| eid METHODS 


a 


“ORE ANALYSIS 


-CHEMISTS AND COLLEGES 


e BY . . 
ALBERT H. LOW, Sc.D. 


Formerly Professor of Chemisiry, Colorado School of Mines 


TENTH EDITION, REVISED © — 
TOTAL ISSUE, FIFTEEN THOUSAND 


NEW YORK 


JOHN. WILEY & SONS, Inc. 
) Lonpon: CHAPMAN & HALL, LimitTep 
1927 


na aeat 
aah 
beaters 
ase 


AAR SON 
hy 


i » 


a 


We 


oe ae = 


? thi 


Rl a a 
ee Bee oe 


TECHNICAL METHODS 


ORE ANALYSIS 


FOR ; 
CHEMISTS AND COLLEGES 


BY THE SAME AUTHOR 
PUBLISHED BY 


JOHN WILEY & SONS, Inc. 


Notes on Technical Ore Analysis for 
Students 


Step Demonstration Method. 95 pages. 6 
by 9. Illustrated. Cloth, $1.75 met. 


TECHNICAL METHODS 


ORE ANALYSIS 


* BY 
ALBERT H. LOW, Sc.D. 


Formerly Professor of Chemistry! \dotorado School of Mines 


TENTH EDITION, REVISED 


TOTAL ISSUE, FIFTEEN THOUSAND 


NEW YORK 


JOHN WILEY & SONS, Inc. 
Lonpon: CHAPMAN & HALL, Lrimrrtep 
1927 


COPYRIGHT, 1905, 1906, 1908, I9II, 1913, 1919, 1922, 1927, 
BY 
ALBERT H. LOW 


Printed in U.S. A. 


PRESS OF 
10/27 BRAUNWORTH & CO., INC, 
BOOK MANUFACTURERS 
BROOKLYN, NEW YORK 


To My Wire, 


Whose encouragement has ever lightened my labors 
This Volume is Dedicated 


| ; 
ns ye ot ee 1 OG 
- Bw iY Aw & ta 
ie bo be & ir 
. i Ue SA Boao 


i 
eh ; 
seer Live? Ghee x 


pees 2 Mt Sys wake eae 

por 4 os OP , 3) 

* 1 ¥ yo " ‘ 

f hue Taw 5 % At 


LIRRARY 


. rie . Ree sere 


ae ral pap ween at 


: eae 7 
2 6 Y ia? - sy hang ve) ibe ae 7 
o : ’ 7 oY 


eee 


Wye 
3 


opie ee 
‘ BAe iM iP wet 


a) 


M ate 


; eer hy 


oA 7 
ros S ee 
Gi a. 


PREFACE TO THE TENTH EDITION 


In this edition the entire work has been carefully revised. Mis- 
takes and typographical errors have been corrected as far as observed. 
Some omissions have been made and some new subject-matter inserted. 

The use of the book in colleges has indicated the advisability of 
giving some instructions to students who find themselves unprepared 
to start in with analytical work at once. This requirement is met in 
the chapter on “Instructions to Students.”’ 

The entire aim of the book is to give instructions that will produce 
good technical results if carefully followed, without embodying too 
large a mass of alternate methods that are apt to be confusing. 

It is hoped that this new edition may more fully merit the favor 
accorded in the past. 

A. H. Low. 


DENVER, COLORADO, September, 1927. 
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PREFACE TO THE FIRST EDITION 


Tuts book is primarily intended as an aid to the technical chemist, 
but it is hoped it may also prove useful to the student desiring to 
become acquainted with technical methods. 

It is a common experience with technical chemists to receive 
a sample of material with instructions to return the percentage 
of some constituent whose technical determination is more or less 
unfamiliar under the given conditions. In such a case the chemist 
has recourse to his books, and too frequently is quite unable to find 
a method that is exactly adapted to the material in hand, or that 
begins at the beginning and tells him just how to proceed. He is 
thus left to work out his own salvation, possibly at the expense of 
much valuable time. | 

In this book an attempt has been made to supply the want thus 
indicated by describing methods that are adapted to the cases most 
likely to be met in practice, although it is sometimes practically 
impossible to devise a short technical method that will meet every 
_ probable case. 

It has been my aim to make the descriptions so minute and com- 
plete that if the operator will follow them exactly he can scarcely 
fail to obtain satisfactory results. But herein lies a difficulty. There 
seems to be a tendency among technical chemists not to follow direc- 
tions exactly. In carrying out a method, the alert operator sees a 
short-cut and takes it, or a “better way” occurs to him and he intro- 
duces it in the place of the one given. There would be no ultimate 
harm in this (since all methods fall short of perfection) if the operator 
would only take the time to investigate and determine the real value 
of his ideas. In some cases he might discover that his supposed 
improvement was spoiling a good method, and he would come to 
agree with the author of the method who had himself probably gone 
over the same ground. I have seen methods of my own thus mod- 
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ified, and ideas hastily adopted whose incorrectness I had previously 
demonstrated by careful investigation. 

I would, therefore, caution operators to accept directions as 
they stand until they have demonstrated the value of proposed 
changes to a certainty. | 

Some of the methods in the following collection have been devised 
by myself, mainly on the basis of previously well-known facts, some 
are compilations of the work of others, and some are modifications 
of existing methods. I have endeavored to give proper credit in all 
cases. 

While I have aimed at correctness, many shortcomings will 
undoubtedly be found, and I can only hope that, such as it is, my 
work may prove of some value to those interested. I shall be grateful 
for any suggestions, or descriptions of improved methods, to be 
incorporated in a possible future edition. 

My thanks are due to Dr. W. F. Hillebrand for valuable informa- 
tion and suggestions. 

A. H. Low. 


DENVER, COLORADO, May, 1905. 
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INSTRUCTIONS TO STUDENTS 


WEIGHING 


It is assumed that a small portion of a properly dried and mixed sample of powdered 
ore is issued to each student. My own practice is to issue these portions on small squares 
of paper, with the instructions to the students to use what they require and return the 
remainder. At the outset all the students have the same ore. 


Mix the sample with the spatula and then spread it out in a thin 
uniform layer. Usually, o.5 gram is to be weighed out. See that the 
balance is in perfect adjustment, so that when the beam is lowered 
upon the knife-edges the pointer stands at o and remains there. 

Place the o.5-gram weight in the left-hand pan. Hold the right- 
hand pan in the left hand, and, with the spatula, take up small portions 
of the ore from perhaps a dozen different places on the sample and 
transfer them to the pan, endeavoring to take about 0.5 gram in all. 
Now replace the pan on the balance and adjust the weight of ore 
exactly, removing or adding a little as necessary. Do this by releas- 
ing the pans after each adjustment and noting the movement of the 
pointer, and continue until the pointer finally stands at o after lower- . 
ing, without appreciable movement. 

Do not undertake to weigh by noting the relative swings of the 
pointer. Such a method of weighing is unquestionably exact, but 
requires too much time. In rapid technical work the swing method 
is seldom used, as the method described above, wherein the slightest 
initial movement of the pointer is noted and adjustments quickly 
made, will result in ete all necessary accuracy with a great 
saving of time. 

After the correct weight is obtained, gently tap the ore from 
the pan into the flask or beaker, using the flat side and not the edge 
of the spatula for tapping, so as not to injure the pan. 

Brush in the adhering dust from the pan with a camel’s-hair 
pencil. Do this delicately, using the side of the bristles and not the 
tips. 
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In cases where the ore is to be followed by a roughly weighed 
powdered reagent, the danger of loss is lessened by weighing the 
reagent on the same pan without first brushing off the adhering ore 
dust. When the reagent is tapped from the pan it will take most of 
the ore dust with it, and very little brushing will be necessary. This 
plan is especially useful when the ore leaves much adhering matter. 

With a hygroscopic ore, where the weight changes rapidly on 
exposure, the above method of open weighing should not be used. 
The properly dried ore, in sufficient amount, is contained in a small 
weighing bottle. The weight of the whole is taken, then approxi- 
mately o.5 gram of the ore is poured into the receptacle and the 
weight taken again. When the amount eventually secured is approx- 
imately 0.5 gram, this will suffice, as the final result can be easily 
calculated to the half-gram basis. 


FILTRATION 


For much of the routine work of technical ore analysis a filter 
pump is unnecessary; the loop funnel will very satisfactorily take 
its place. Loop funnels can now be purchased from the supply 
houses.* About 3 inches in diameter at the top is a convenient size. 
In filtering, the loop will cause the liquid to form a continuous column 
in the tube below and the weight of this column will produce a suction 
in the filter above. A long stem will give.a strong suction, but a 
- length of 10-12 cm. is usually sufficient. A platinum cone is not 
used, as the suction is not strong enough to render it necessary. In © 
order to make the filter fit properly, the second fold is made with one _ 
side larger than the other, so that the opened filter will have an angle. 
of something more than 60°. The wet filter will then fit the funnel 
at the top and be too small below. This will prevent entrance of air 
and increase the filtering surface, so that. slight suction will effect 
rapid filtration. After the filter has been placed in the funnel, it is 
held until moistened and then the top is fitted with the finger until 
it is as air-tight as possible. In working by this method, nothing 
would be gained by using a funnel having an angle of exactly 60°. 

In folding a filter it is a good plan, after the first fold, to tear off 
about a quarter of an inch from one of the corners. When the com- 


*The Denver Fire Clay Co., the Mine & Smelter Supply Co., Denver. 
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pleted filter is now placed in the funnel and wetted, the torn corner, 
coming next to the glass, wil break the continuity of an air channel 
that might form along the adjacent fold. 

After a filter has been fitted, so that it draws no air, which auld : 
indicate a leak, it will sometimes settle down lower in the funnel 
during the filtration, at the same time forming an opening on the top 
edge. ‘The open space next the funnel will be V-shaped, and some of 
the precipitate may get over into the bottom of the V. In this case 
there need be no loss; the precipitate will not pass the bottom of the V. 
Do not make the mistake of attempting to close the opening, for as 
soon as the top is closed the bottom will open, and the precipitate 
will pass on. All such openings may be closed before beginning the 
filtration, but not afterward, unless no precipitate has yet gotten over. 

Whenever the occasion will permit the use of a porcelain filter 
plate, it will usually be found much superior to an ordinary folded | 
filter for rapidity of filtration and washing. The filter-plate arrange- 
ment. is intended to be used with suction, but the loop funnel will 
provide sufficient suction in most cases, and it has the further ad- 
vantage that the filtrate can be received in any desired receptacle, 
without the use of a bell-jar and plate, and transference can thus be 
avoided. The filter plate, also called a Witt’s plate, is made in vari- 
ous sizes. A convenient size for a 3-inch loop funnel has a diameter 
of about 375 mm. ‘The corresponding paper is a little larger—the 
size sold as Whatman’s No. 2 (4.25 cm.). | 

To prepare the filtering arrangement, proceed as follows: Center 
the filter on the plate and wet it. Hold the funnel inverted and raise 
the plate and filter into place; still holding the arrangement secure, 
reverse the funnel to its proper position and then set it in its support. 
Prepare some paper pulp by violently shaking scraps of filter paper 
in an 8-oz. stoppered flask with about 150 cc. of a hot water. Pour 
a little of this pulp over the filter. Using an inverted wash-bottle, 
peur water into the funnel several times, allowing the filter to drain 
each time, to distribute the paper pulp and fill up any leakages 
around the edges of the filter. 

Asbestos pulp may of course, be substituted for paper pulp, if 
desired. 

The above arrangement can be used to great advantage in many 
places where the directions in the text call for an ordinary filter. 
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WASHING A FILTER 


I believe it is customary to instruct students to endeavor to keep 
the wash solution from getting above the top of the filter, in order to 
avoid loss of precipitate over the edge. My own instructions, based 
upon the assumption that a loop funnel and a properly fitted filter 
are used, are just. the contrary. Always wash above the filter. 
There will be no loss of precipitate, and the thorough washing of the 
top of the filter (a most important point) is insured. If the precipitate 
crawls above the filter, it may all be saved when the filter is removed, 
by folding over the filter on itself and wiping out the funnel with a 
twisting motion. 


THE BURETTE 


Cleaning.—Always see that the burette is clean before use. Mere 
washing with distilled water. is not sufficient. Grease and dirt are 
likely to accumulate on the inside walls, causing a contained liquid 
to have an irregular top surface that is difficult to read. 

Pour a little cleaning solution * several times through the tube 
and then wash out with water. The interior of a burette that has 
been used for permanganate is likely to be lined with a coating of 
MnO. A little strong hydrochloric acid will quickly remove it. 

_ Stopcock.—This should be kept well greased. Remove and dry. 
it, and dry its fitting with a piece of rolled filter paper. Now grease 
the stopcock with a thin layer of vaseline, or other stiff lubricant, 
taking care not to obstruct the hole, and replace in the burette. 

Filling with Standard Solution.—Unless the burette is absolutely 
clean and dry, the following procedure should always be carried out: 
Close the stopcock, shake the standard solution and pour about 2 or 3 
inches of the liquid into the burette. Stopper the burette, invert it 
once or twice and then allow the liquid to run out, either through 
the tip or the top. Do this at least three times, allowing the burette 
to drain completely after each washing with the standard solution. 
After the last draining, fill with the standard solution. 

* Cleaning Solution.—Dissolve 5 grams of powdered commercial sodium dichromate 
in 500 cc. of commercial sulphuric acid. The solution may be used cold, but is more 


effective when warm. It is poured through burettes and into flasks, etc., to remove 
organic matter and other films. 
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Position of the Burette.—The burette should be supported in the 
holder in a position as nearly vertical as possible, in order that the 
level of the liquid may coincide with the markings on the tube. . 

Reading the Burette.—Bring the eye on a level with both front 
and back of the top edges of the liquid and then read the position 
of the bottom of the meniscus. This avoids parallax and gives all 
readings from the same relative position. The reading of the exact 
position of the lower edge of the meniscus is facilitated by placing 
the finger, or a strip of paper, back of the burette and just touching it, 
immediately below the meniscus and as close to it as possible. With 
an opaque liquid, where the bottom of the meniscus cannot be seen, 
read the top edge, lining the eye on a level with the front and back, 
as before. A float is often used with opaque liquids, the reading 
being taken from the mark on the float. A float is very useful if it 
works perfectly, but it must exactly fit the burette, so as to be always 
perpendicular and never stick or drag. 

Care of the Burette.—It is always best to drain a burette after 
use and rinse it out with water. Remove the stopcock and then 
replace it with a small piece of paper between the surfaces, to prevent 
sticking. Never leave a caustic alkali solution standing in a burette, 
as it is almost certain to cause the stopcock to stick. If a stopcock 
sticks, do not try to force it, but go to the instructor for a remedy. 


CALIBRATION 


For accurate work, the calibration of the measuring apparatus 
used in the laboratory is a very important matter. Flasks, burettes 
and pipettes, as ordinarily received from the supply houses, are 
likely to be more or less incorrect in their markings. Unless the 
apparatus to be used is known to be correct, or is furnished with 
corrections, it becomes necessary to calibrate it. For volumetric 
work it is not really necessary that the apparatus should be absolutely 
correct, provided the different measures all correspond with each 
other. It is best, however, while regulating this point, to attain, 
at the same time, a close approximation to actual correctness. 

In determining the true volumes, water is the most convenient 
substance to employ as a basis of measurement. ‘The United States 
Bureau of Standards * defines a liter as the volume occupied by a 


* Bur. Stand. Cir. 9, 


XVili INSTRUCTIONS TO STUDENTS 


quantity of pure water, at 4° C., having a mass of 1 kg.; the one- 
thousandth part of the liter, called the milliliter or cubic centimeter, 
is employed as the unit of capacity. ; 

The temperature of 20° C. is regarded by the Bureau as the 
standard temperature for glass volumetric apparatus. 

The density of pure water at 20° C. is 0.99823; one liter, then, 
‘at this temperature, would weigh 9098.23 grams in a vacuum. It 
would weigh less in air, owing to the buoyant effect of the air. One 
liter of air of 50 per cent humidity, at 750 mm. pressure, weighs 
1.19 grams; a liter of water, weighed in air, would therefore weigh 
1.19 grams less than ina vacuum. But the brass weights also appar- 
ently lose weight in the same way. ‘Taking the density of brass as 
8.4, 998.23 grams would occupy the same volume as 118 cc. of water 
(approximately). The weights would therefore displace 0.118 liter 
of air. The buoyant effect on the weights is accordingly 0.118X 
1.19=0.14 gram. The total apparent loss of weight of the water is 
therefore 1.19—0.14=1.05 grams. The apparent weight of the liter of 
water, then, is 998.23—1.05=997.18 grams; accordingly, 1 liter of 
water, at 20° C., weighed in air with brass weights, apparently weighs 
997.18 grams. This makes the weight of the cubic centimeter, 
under the same conditions, 0.99718 gram. ‘This weight will be taken 
as the basis of calculation in calibrating the smaller measures. 

The above calculation does not take into account certain minor 
corrections, such as the variations in the weight of air, but the factors 
considered are sufficient for most purposes. 


CALIBRATING A FLASK 


Let us suppose we have to calibrate a liter flask. First, weigh 
the dry flask, then add 997.18 grams to the weights and exactly coun- 
terbalance this with recently boiled, distilled water at a temperature of 
20°C. Paste a narrow strip of gummed paper around the neck of the 
flask, so that the upper edge of the strip is-on an exact level with the 
bottom of the meniscus. The paper may be left there, or the mark 
made permanent by etching, in the usual way, with hydrofluoric acid. 
Flasks of other sizes may be calibrated similarly. Sufficient water 
may first be brought to the proper temperature in a second flask, or 
the weighed water, when of approximately the correct weight, but a 
little above it, may be brought to 20°, and the weight then adjusted 
exactly with a small pipette or glass tube. 
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CALIBRATING A BURETTE 


In the case of a burette, the instrument is already graduated and 
it becomes necessary to determine the correct readings of the gradua- 
tions. First see that the burette is absolutely clean, although not 
necessarily dry, then fill it above the mark with recently boiled, 
distilled water at 20° C. Pour this out and again fill the burette. 
This is simply to bring the burette to the same temperature as the 
water. Now bring the bottom of the meniscus to the zero mark. 
Have ready a small, light, weighed flask of something more than 
50-cc. capacity (for a 50-cc. burette). Slowly run 5 cc. of the water 
in the burette into the flask and take the weight. Note the excess 
over the first weight; suppose this is 5.01 grams. Now run in more 
water, to the 1o-cc. mark, and weigh again; suppose the excess weight, 
over that of the flask, is 10.02 grams. Repeat this procedure for 
every additional 5 cc. of the burette. Suppose the first five weighings 
of the water were 5.01 grams, 10.02 grams, 15.00 grams, 19.99 grams, 
and 24.96 grams. These weighings correspond to the 5 cc., 10 cc., 
I5 cc., 20 cc. and 25 cc. marks on the burette. To find the true 
volumes at these points, proceed as follows: 

One cubic centimeter of water at 20° weighs 0.99718 gram; 
5 cc.=4.985 grams. ‘The actual weight at this point was 5.o1 grams. 
This is 0.03 gram more than it should be; therefore the true reading 
at the 5-cc. mark is 5.03 cc. (At this point it suffices to call 1 cc.= 
1 gram.) At the 10 cc. mark, the weight should be 4.985 X2=9.97 
grams. It was actually 10.02 grams. This is 0.05 cc. too much, 
and the true reading is 10.05 cc. Continuing similarly with the other 
marks, we find the true readings to be 15.05, 19.98 and 24.97. 

The above may be thus tabulated: 


Burette Mark.| Actual Wt. Cal. Wt. True Reading. 


5 5.01 4.98 5.03 
10.02 9.97 10.05 
15.00 14.95 15.05 
19.92 19.94 19.98 
24.89 24.92 24.97 


In calculating the true readings, take the difference between the 


ace 8 INSTRUCTIONS TO STUDENTS 


actual weight and the calculated weight and apply this to the burette 
reading, according as the actual weight is plus or minus. 

Having determined the true readings of the burette at intervals 
of 5 cc., we may find the intermediate readings by interpolating as 
accurately as possible. Thus, from the above figures, we may make 

the table: | 


Mark True 
I.00 I.00 
2.00 2.00 
3.00 3.01 
4.00 4.02 
5-90 5-03 
6.00 6.03 
7.00 fen 
8.00 8.04 
9.00 9.04 
10.00 10.05 
II.00 II.05 
I2.00 12.05 
13.00 13.05 
14.00 14.05 
15.00 15 05 
16.00 16.04 
17.00 E7203 
18.00 18.02 
19.00 19.00 
20.00 19.98 
21.00 20.98 
22.00 21.98 
23.00 22.098 
24.00 23207 = 
25.00 24.97 


A second set of columns like the above will complete the table for 
a 50-cc. burette. Such a table should always be at hand, and should 
be numbered to correspond with the burette. 

In reading a burette, the correction is applied in the following 
manner: Suppose the actual reading is 18.35. Take the nearest 
figure of the burette (18.00) and note the correction. In the above 
table it is +0.02 cc. Apply this to the reading of the burette; thus, 
18.35-+0.02 = 18.37, the true reading, 
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CALIBRATING A PIPETTE 


Many of the pipettes employed in technical work are used uncali- 
brated, as, for most purposes, accuracy is not essential. There are 
some cases, however, in which the necessity for accuracy, or, at least, 
for a close approximation thereto, requires that the pipette be cali- 
brated. The following method, while not as accurate as the method 
of weighing, is much simpler and will usually suffice: 

Fill the pipette to the mark with distilled water at laboratory tem- 
perature, and then allow the water to run into a clean, dry, calibrated 
flask of the same marked capacity. The exact temperature of the 
water is immaterial, provided it does not change during the operation, 
as both flask and pipette are affected in the same ratio by change of 
volume. Be particular, however, to note the exact method adopted 
in running the water into the flask—whether the pipette is removed 
immediately when the main flow ceases, or a certain time is allowed 
for drainage, and whether or not the drop on the end of the pipette is 
touched to the neck of the flask—so as to employ exactly the same 
method in the future. Have a narrow strip of paper pasted vertically 
across the mark on both the flask and the pipette. Now note the 
exact level of the water in the flask and make a fine pencil mark on the 
paper at this point. It may be either above or below the correct mark. 
(Take all readings at the bottom of the meniscus.) If above, pro- 
ceed as follows: 

With a small glass tube, withdraw the excess water carefully, until 
the Jevel stands at the correct mark. Now fill the pipette to the 
mark and then, very carefully, allow just sufficient water to escape 
into the flask to bring the level once more to the pencil mark. Imme- 
diately stopper the tip of the pipette with the finger, hold the pipette 
vertical, and make a pencil mark on the paper at the water level. 
This is the correct mark of the pipette. The mark may be made 
permanent, and may be made to encircle the stem, by etching with 
hydrofluoric acid in the usual way. 

If the pencil mark on the flask comes below the correct mark, pro- 
ceed as follows: Again fill the pipette to the mark and then allow just 
enough water to escape into the flask to bring the level of the water 
therein to the correct position. Stopper the tip of the pipette with 
the finger and mark the new level of the water on the paper. Now 
measure an equal distance above the original mark on the pipette 
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and make a second mark on the paper. This is the correct mark for 
the pipette. 

Before making the mark on the pipette permanent, it is well to 
check its accuracy by again testing it against the dry flask. 


ERROR DUE TO LABORATORY TEMPERATURE 


The equivalent of 20° C. is 68° F., and, of course, variations from 
this temperature of calibration will affect the volumes of solutions. 
With water, N/10 normal and N/2 normal solutions, the error involved 
in a variation of 2°, either way is about 0.04 per cent. Ina titration 
where 25 cc. were used, the error would thus be plus or minus 0.01 cc. 
The small error due to slight changes of temperature from 20° is 
usually ignored in technical work, but in particular cases it should be 
allowed for. 


TABLE OF CORRECTIONS * 


Correction, cc. per Observed Liter to Give Volume at 20°. 


Temperature, 
Degrees C. : ‘ 
Water. N/r1o Solutions. N/2 Solutions. 

15 +o.8 +o.8 +1.0 
16 +o.6 +0.7 +o.8 
17 +0.5 +0.5 * +0.6 
18 +0.3 +0.4 * +0.4 
19 +o.2 +o.2 +o.2 
21 —0.2 —0.2 P —0.2 
22 " —-—O.4 —o.4 = Ong 
23 —o.6 —o.6 . —0.7 
24 —o.8 —0.9 —T1,0 
25 —1.0 —1I.1° —1.3 


* Mahin’s Quantitative Analysis, Bur. Stand: Cir. 19, Table 33. 


CALCULATIONS 


In making the necessary calculations for volumetric work, I have 
found that the students’ main difficulty is inability to determine the 
method of attack. There is a failure to recognize the logical steps 
to be taken to solve the problem. 

The following instructions are given in an endeavor to make the 
logical sequence of the necessary thought as plain as possible. 

Question.—What are the logical steps to be taken in determining 
the necessary strength of a standard solution, so that 1 cc. will equal 
I per cent of a given substance? | 

First.—Consider what weight of substance must be equaled. 

Second.—Consider what happens to the active agent in the stand- 
ard solution during the titration, and in what way the substance 
titrated is affected. Is the substance titrated the substance to be 
determined, or is the latter simply one of its constituents, or does the 
substance titrated simply represent the substance to be determined? 
In any case, consider carefully just what happens, either immediately 
before or during the titration, so as to establish a weight relationship 
between the active titrating agent and the substance to be determined. 

A short study of the situation will usually render the writing out 
of long reactions quite unnecessary. 

Third.—Apply the weight relationship found to the weight repre- 
senting 1 per cent of the substance to be determined, and thus 
find the weight of active agent that must be in 1 cc. of the standard 
solution to equal this weight of the substance to be determined. 

This establishes the required strength of 1 cc. of the standard 
solution in grams, and this figure, multiplied by 1000, gives the 
strength in grams per liter. 


EXAMPLE No. 1 


Question.—What should be the strength of a standard solution 
of silver nitrate, in order that 1 cc. may equal 1 per cent of chlorine 


in a soluble chloride? 
Xxlil 
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First.—What is the weight to be equaled? This evidently depends 
upon the weight of substance taken for analysis. Suppose this is 
0.5 gram, then 1 per cent is 0.005 gram. One cubic centimeter of the 
silver nitrate solution must then be made equal to 0.005 gram of 
chlorine. a 

Second.—Silver nitrate is the active arent in the standard solution. 
What happens to it during the titration, and what happens to the 
substance titrated, the soluble chloride? A precipitate of insoluble 
silver chloride is formed, the silver nitrate furnishing the silver, and 
the soluble chloride the chlorine. The soluble chloride gives up all 
of its chlorine, which is the substance to be determined. In this case 
it is simply necessary to establish a weight relationship between the. 
silver nitrate and the chlorine. AgNO3 is changed to AgCl. One 
molecule of silver nitrate requires 1 atom of chlorine to effect the 
change. We may therefore say AgNO3=Cl. To establish the 
weight relationship, simply insert the atomic weights; 169.89 parts 
by weight of AgNOs3 =35.46 parts by weight of Cl. 

Third.—Apply the weight relationship determined above to the 
weight representing 1 per cent of chlorine, 0.005 gram. Solve the 
proportion, 169.89 : 35.46=% :0.005. x=0.02396. This shows that 
there should be 0.02396 gram of silver nitrate in 1 cc. of the 
standard solution. Multiplying by 1000, we have 23.96 grams per 
liter. : 


EXAMPLE No. 2 


- Question.—What should be the strength of a potassium perman- 
ganate solution in order that 1 cc. may equal 1 per cent of iron, when 
o.5 gram of substance is taken for the determination? 

First—What is the weight to be equaled? As we start with o. 5 
gram of substance taken for analysis, 1 per cent 1s 0.005 gram. Accord- 
ingly, 1 cc. of the permanganate must equal 0.005 gram of iron. 

Second.—What happens to the active agent, potassium perman- 
ganate, during the titration? The substance titrated is a ferrous salt 
of iron; the substance to be determined, iron, is one of its constituents. 
Potassium permanganate is an oxidizing agent and becomes reduced. 
~ The Mn in the KMnOs, changes its apparent valence from 7 to 2, and 5 
valences, equivalent to 24 oxygen, are lost. To avoid the fraction, 
double the molecule and consider that K2Mn2Og loses 5 oxygen; we may 


EXAMPLE NO. 3 XXV 


thus say K2Mn2zOg=Os5. Next, consider what happens to the ferrous 
salt; it is oxidized toa ferric salt. It isnot necessary to consider any 
special salt of iron, such as the sulphate or chloride, nor to write out a 
long reaction. ‘The result will not be changed if we simply consider | 
that FeO is oxidized to Fe203, as follows: 2FeO+O—-Fe203. This 
shows that for, every 2Fe one oxygen is required, giving the relation 
O=2Fe. Now, K2Mn20Og=Os5, and therefore =10 Fe. To obtain 
the weight relationship, simply insert the atomic weights; 316.06 
parts by weight of K2Mn2Og=558.4 parts by weight of Fe. 

Third.—Apply this weight relationship to 1 per cent of iron. 
As the weight of substance taken for analysis was 0.5 gram, the 
weight of 1 per cent iso.oo5 gram. The weight relationship therefore 
gives the proportion 316.06=558.4=% :0.005. *=0.00283 gram. 
This is the weight of KMnOx, that must be in 1 cc. Multiplying by 
1000, we have 2.83 grams per liter. 


EXAMPLE No. 3 


Question.—What should be the (theoretical) strength of a standard 
solution of sodium thiosulphate, in order that 1 cc. may equal 1 per 
cent of lead, determined by the chromate method? (Chapter XVI.) 

First—What is the weight of lead to be equaled? Starting with 
0.5 gram of substance, this will be 0.005 gram. In this case, then, 
1 cc. of the thiosulphate must equal 0.005 gram of lead. 

Second.—What happens to the active agent, sodium thiosulphate, 
during the titration? It reacts with the substance titrated, which is 
iodine, and not lead or even a compound of lead. In this case the ~ 
iodine simply represents the lead, a certain amount of iodine repre- 
senting a definite amount of lead. How does this happen? Imme- 
diately before the titration, the lead compound obtained, which is 
lead chromate, is dissolved in a strong hydrochloric acid mixture 
which sets free all the chromic acid in the compound. Potassium 
iodide is then added, and is immediately decomposed by the chromic 
acid setting free an equivalent amount of iodine. ‘This is the sub- 
stance titrated. Now let us see what the different relations are. The 
formula of lead chromate is PbCrO4; from this molecule the hydro- — 
chloric acid sets free CrO3. This allows us to say that every Pb = CrOs. 
When potassium iodide is now added, the reaction between it 

and the chromic acid may be written, CrO3+3KI+6HCl — CrCls+ 
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3KCl1+3I. It is not necessary to write out this reaction if we remem- 
ber that Cr changes its valence from 6 to 3; the 3 valences lost corre- 
spond to ‘he iodine set free, or 31. However figured, we find that 
. CrOs corresponds to or equals 3I; then Pb, which equals CrO3, may 
be also said to equal 3I. In the titration, then, the amount of iodine 
that represents lead is determined by the relation 31=Pb. The 
reaction between the thiosulphate and the iodine is 2(NazS20s) 
+2I — 2NaI+Na2S40¢ (sodium tetrathionate). This shows that 
2(Na2S203)=2I1, or, Na2SeOs=I. . As Pb=3I, it will equal 
- 3(Naz2S203). To establish the weight relationship between the lead 
and the thiosulphate, insert the atomic weights; 474.36 parts by 
weight of NagS2O03 = 207.2 parts by weight of Pb. 

Third—Apply this weight relationship to the weight represent- 
ing 1 per cent of lead, i.e., 0.005 gram. We have the proportion, 
474.36 :207.2=x:0.005. Before solving this, however, we must remem- 
ber that crystallized sodium thiosulphate contains water, the formula 
being Na2S203+5H20. This will change the figure 474.36 to 744.6, 
and the correct proportion is 744.6 : 207.2=% :0.005. %=0.01797 
gram, the weight of crystallized sodium thiosulphate theoretically 
required in I cc., or 17.97 grams per liter. 

It is explained, in the determination of lead by the chromate 
method, that this theoretical figure would give a slightly weak solu- 
tion, producing high results. In actual trial against pure lead, 1 cc. 
would be found to equal something less than 1 per cent lead, approx- 
imately 0.9926 per cent. Therefore, if the theoretical figure, 1 per 
cent, were used in a lead determination, it would EINE a slightly high 
result. 

The above examples are perhaps sufficient to indicate the logical 
steps to be taken to determine the necessary strength of a standard 
solution to be used for estimating percentage. While the explanations 
may appear long, the gist of the matter can usually be gotten at very 
simply, as in the permanganate example above, without writing out 
long reactions. Of course, a certain amount of previously acquired 
chemical knowledge is necessary, and without the ability to think 
carefully and logically, the student will be at a loss in any case. The 
main point is to learn to think for oneself in a clear, logical manner, 
coupling this ability with all the chemical knowledge applicable to the 
case, that one may possess. 


PREPARATION OF A STANDARD SOLUTION 


After the necessary strength of a standard solution has been 
determined, the next question is, what are the steps to be taken in 
actually preparing it? JIn the first place, is it necessary to have the 
solution of exactly the theoretical strength, or will an approximately 
correct solution fully suffice? Usually an approximately correct 
solution will serve perfectly, provided its exact strength is accurately 
determined. Such a solution must, of course, be used with a factor, 
while if it were exactly correct, as I cc.=1 per cent, no factor would be 
required, and the result could be read directly from the burette. 
This advantage of a correct solution is usually more than offset by 
the fact that it will not sfay correct very long. A re-standardization 
will show a change, and it will soon become necessary either to care- 
fully readjust the solution by increasing or diminishing its strength, 
which is a tedious procedure, or to use it in conjunction with a proper 
factor. ‘The latter is far simpler and will give equally correct results. 
But if a factor has to be employed soon after making a solution, 
why take the trouble to make it exactly correct in the first place? 
This reasoning does not fit every case, but ordinarily an approxi- 
mately correct solution will be all-sufficient, especially if use is made 
of a four-place logarithm table mounted on cardboard for Se 
reference. 

We shall now assume that an approximately correct solution is 
to be prepared. The usual procedure with a solid will be described. 

First—Weigh out the determined amount for a correct solution. 
No great accuracy is necessary, but if the substance is likely to be 
slightly impure, as is potassium permanganate, or to have a variable 
water content, as in the case of crystallized sodium thiosulphate or 
potassium ferrocyanide, endeavor to correct for the probable error by 
weighing out a little more or less, as judgment dictates. 

Place the weighed substance in a fairly large beaker, add distilled 
water of laboratory temperature, stir the mixture for a short time 
and then pour the clear portion into the clean measuring flask, which 
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need not be accurately calibrated. Continue adding more water to 
the undissolved solid, stirring and pouring as before, until it is all 
dissolved and transferred to the flask. Be careful not to add the 
water too fast and thus fill the measuring-flask before all the solid is 
dissolved. Some substances that dissolve very easily, such as silver 
nitrate, can be dissolved directly in the flask in a limited amount of 
water. Finally, fill up the flask to the mark, insert the stopper and 
mix well by repeated inversion and agitation. Now transfer the 
solution to the bottle in which it is to be kept. The bottle need not 
be perfectly dry, but should be as dry as it can possibly be made by 
draining, after it has been cleansed and washed with distilled water. 
What little water still adheres to the inside will not materially alter 
the strength of the solution, which is intended to be only approxi- 
mately correct at best. Again mix well in the bottle. 

Second.—Now comes the standardization to determine the exact 
strength; this may be done in various ways, depending upon the case 
in hand. In ordinary cases the solution is balanced or standardized 
against a known amount of something of known purity or reactive 
value, such as a silver solution against pure sodium chloride, or a 
permanganate solution against pure iron, or a pure oxalate; or a 
thiosulphate solution against pure copper, or against a permanganate 
solution with a known iodine value. In any case, before proceeding 
to carry out the plan adopted, we must know how much of the standard 
substance or solution to standardize against; otherwise, the amount 
taken might result in a very undesirable titration; that is, altogether 
too much or too little of the solution being standardized might be 
required to balance this amount. One must decide on the approxi- 
mate amount of the solution preferably to be used in the titration; 
while it would be undesirablé to use more than a buretteful, 5 or 
ro cc. would be too little. For a 5o0-cc. burette, about 40 cc. would 
be a convenient amount. Supposing this amount is decided upon, 
how much of the standard substance or solution should be weighed 
out or taken, to require about 4o cc. of solution in standardizing? 

Reference to some book may give the desired information, but 
the student should be able to determine it for himself. Proceed as fol- 
lows: Note the reaction that occurs during the titration and determine 
relationships as before described, such as that of silver nitrate to sodium 
chloride, or copper to permanganate solution of known iodine value. 
A consideration of the first case will serve to illustrate the calculation. 
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The reaction between silver nitrate and sodium chloride, both in 
solution, may be written, AgNO3+NaCl — AgCl+NaNO3. One 
molecule of AgNOs corresponds to 1 molecule of NaCl, or, for brevity, 
we may say AgNOs3=NaCl. Inserting the atomic weights, we have, 
169.89 parts by weight of AgNO3=58.46 parts by weight of NaCl. 
Now, how much AgNOs is there in 40 cc. of our solution? If it were 
made up so that 1 cc. were approximately equal to 1 per cent of 
chlorine on the half-gram basis, it would contain approximately 23.96 
grams per liter, or 0.02396 gram per cubic centimeter. For the pur- 
pose of this calculation, we may assume the solution to be of exactly 
the correct strength, and that 1 cc. contains 0.02396 gram of AgNO3. 
Forty cubic centimeters will therefore contain 0.9584 gram. From 
the above relationship we obtain the proportion, 169.89 : 58.46= 
0.9584:2. 2x=0.3298 gram. This is the amount of NaCl corre- 
sponding to 4o cc. of our solution, and is paiorreras the amount to 
weigh out for the titration. 

Third.—Having made the titration, calculate the exact strength 
from the data now at hand. Suppose, for a silver nitrate solution, 
that 0.3277 gram of NaCl had been weighed out and that 39.1 cc. of 
solution were required. One cubic centimeter would then be equal to 
0.008379 gram of NaCl. To how much chlorine does this correspond? 
One molecule of NaCl corresponds to 1 atom of Cl, or, we may say, 
NaCl=Cl. By weight, this is 58.46 NaCl=35.46 Cl. This gives the 
proportion, 58.46 : 35.46=0.008379 :x%. x=0.005083 gram. One 
cubic centimeter of our solution thus equals 0.005083 gram of chlorine, 
or 1.0166 per cent on the half-gram basis. In the subsequent use of 
this solution, on the same basis, the calculation is very quickly 
performed: 


Co used, say 26.755 log ...1.4273 
LOD OR TACCON 15 cust ct ht aes ©.0070 


Eg Ob Tesul tives vie tee 1.4343 = 27.18 per cent Cl, 


In the case of silver nitrate, the salt may easily be obtained very 
pure. A definite predetermined amount may be accurately weighed’ 
out; it dissolves quickly in the measuring flask without recourse to a 
. beaker, and, if the measuring flask is accurate, there is no difficulty 
_ jn preparing a standard solution that need not be checked. 
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SECONDARY USE OF STANDARD SOLUTIONS 


It frequently happens that a standard solution, prepared originaiiy 
for the determination of some particular substance, may be made to 
serve satisfactorily in the determination of something else. Of course, 
when so employed, another factor is necessary, but unless this factor 
proves to be inconveniently large or small, the procedure is perfectly 
satisfactory and saves preparing another solution. 

When a standard solution can be so employed, it is a good plan, 
after standardizing, to mark on the bottle label not only the factor 
for the principal substance, but also the calculated factors for other 
substances for which it is likely to be used. As an example, suppose a 
permanganate solution has a certain value for iron, say, I cc.=1 per 
cent Fe on the half-gram basis. What would be its value for antimony 
on the same basis? — 

When iron is oxidized in the permanganate titration it may be 
considered that FeO is changed to Fe2O3, in accordance with the 
equation 2FeO+O — Fe203. We may therefore say, for brevity, 
O=2Fe. When antimony is similarly oxidized by permanganate the 
change may be regarded as from Sb2O3 to Sb205; Sb203+O2 — SbeOs. 
In this case Oz corresponds to or equals Sbz, which is the same ratio 
-as O=Sb. Now if O=2Fe and O=Sb, then 2Fe=Sb. Inserting 
the atomic weights, we have 111.68 parts by weight of Fe=120.2 
parts by weight of Sb. If1cc. of our solution equals 1 per cent 
Fe, its value for antimony may be found. from the proportion, 
Tit.68 S420:2—= 13%: “<%= 1.676 percent: 

What would be the value of the same solution, on the same basis, 
for CaO, the method being the titration of the oxalate? 

Start as before, O=2Fe. Now consider what happens to the 
calcium oxalate obtained in the analysis. Previous to the titration 
it is mixed with hot, dilute sulphuric acid., This forms calcium 
sulphate and sets free a corresponding amount of oxalic acid, which is 
then titrated. The formula of calcium oxalate is CaC2Q,; this, 
by the decomposition, gives H2C2O4. ‘This is oxidized in the titration 
as follows: H2C204+0 — 2CO2+H20. Using the equality sign as 
before, we have CaC204 =H2C204=O. Every CaO corresponds to 
CaC204, and we may therefore say, CaO=O. If O=2Fe, then 
2Fe=CaO, or, 111.68Fe=56.07CaO. Now form the proportion, 
111.68 : 56.07=1:%. %2%=0.5023 per cent. 
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As we have determined the factors for Sb and CaO when the 
percentage value of 1 cc. of the permanganate solution was taken as 
I per cent, these same factors may be used in any other case when the 
factor for iron is other than 1. Simply multiply the determined 
factor for Fe by the above factors. 

In this way, in similar oxidizing reactions with permanganate, 
the factors for other substances may be determined.. 

Consider another case: If 1 cc. of a thiosulphate solution equals 
I per cent copper, on the half-gram basis, what would be its theoretical 
factor for lead? 

In the copper titration we add potassium iodide to a solution of 
copper acetate, and iodine is set free and titrated. In the lead 
titration lead chromate is first decomposed with hydrochloric acid 
and a corresponding amount of chromic acid is set free. Potassium 
iodide is now added and the chromic acid sets free a corresponding 
amount of iodine, which is titrated. In each titration a certain 
amount of iodine corresponds to a certain amount of either copper or 
lead. What is the relationship between the iodine and the metal in 
each case? With copper, Cu=I (see Copper Determination). With 
lead, Pb=3I (see Chromate Method for Lead). This gives the 
relationship between copper and lead as 3Cu=Pb, or, 190.71 parts 
by weight of copper equal 207.2 parts by weight of lead. From this, 
form the proportion, 190.71 : 207.2=1:%. 2x=1.086 per cent. This 
is the theoretical factor for multiplying the copper factor to obtain 
the lead factor. As previously explained, it cannot be used in prac- 
tice, owing to certain unavoidable errors in the lead determination. 
Actual determination of the proper factor with pure lead shows it to 
be approximately 1.078 times the copper factor. 


It is hoped that the above explanations are sufficient to enable the 
student to make similar calculations for himself. | 

All such work involves a line of clear, logical thought and a certain 
amount of chemical knowledge. I have usually found that I was safe 
in assuming the chemical knowledge, and the burden of effort has 
been to habituate the student to correct thinking. 
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NORMAL AND PERCENTAGE SOLUTIONS 


A normal solution may be defined as one containing 1 gram- 
equivalent of the active substance in 1000 cc. The gram-equivalent 
is that fraction of the molecular weight of the substance, in grams, 
which corresponds to 1 hydrogen equivalent. Thus, in the case of 
hydrogen chloride, the gram-equivalent is 36.46 grams, since the 
entire molecule, HCl, corresponds to 1 hydrogen equivalent. With 
H2SO,, the molecule corresponds to 2 hydrogen equivalents, so that 
the gram-equivalent is one-half the molecular weight in grams, or 
49.038 grams. With KMnOu, in an oxidizing reaction, the apparent 
valence of the Mn changes from 7 to 2. In this case the molecule 
corresponds to s hydrogen equivalents and the gram-equivalent is 
one-fifth the molecular weight in grams, or 31.606 grams. 

A normal solution is frequently too strong or too weak for con- 
venience, and simple multiples or decimal fractions of the normal 
strength are then employed, such as twice normal, ordinarily written 
2N, or one-tenth normal, written N/ro. 

The use of a solution based on the normal system is an advantage 
in certain cases. All such solutions correspond with each other, 
either directly or in a stmple manner; each cubic centimeter corre- 
sponds to an amount of the substance titrated that is at once deduced 
from its atomic or molecular weight. On the other hand, such solu- 
tions are troublesome to prepare and are likely to require frequent 
and tedious readjustment, so that I do not recommend their use except 
in certain special cases in which they have a distinct advantage. 

A percentage solution is one in which 1 cc. equals a percentage 
of the substance to be determined. The percentage selected for 
convenience is usually a simple number, such as 1, 2 or o.s5 per cent. 
It is evident that, in order to correspond with a certain percentage 
value of the solution, the same amount of substance must always be 
taken for analysis. In the determinations of ore analysis it is cus- 
tomary to start -vith o.5 gram of substance, or some simple multiple 
of that amount. A percentage solution has the advantage, over 
a solution based on the normal system, that it will give percentages 
directly by the use of a simple weight at the start. To obtain per- 
centages with a solution based on the normal system, the calculated 
weight of substance to be taken is usually not simple and does not 
permit of rapid manipulation. 
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Both normal and percentage solutions are equally troublesome to 
prepare with exactness, and both, of course, are equally susceptible to 
change. An inexact solution requires either readjustment or the use 
of a factor. Although there is a difference of opinion on this point, 
I personally much prefer the use of a factor in connection with the 
employment of a four-place logarithm table mounted on cardboard. 
Re-standardization can usually be performed quickly and the proper 
factor determined. By the use of logarithms, as above, the calcula- 
tion is very rapid; suppose 15.65 cc. were used, where 1 cc. of the 
solution equals 1.02 per cent of the substance being determined, 
instead of exactly 1 per cent. The log of the factor is 0.0086. This 
figure is retained until the next re-standardization. Calculation: 


1.1945 (log of 15.65.) 
0.0086 (log of factor.) 


1.2031 (log of result.) Result=15.95 per cent. 


Where a large number of titrations have to be made with great 
rapidity, it is perhaps worth while to take the time to readjust a solu- 
tion to an exact simple value at.the outset, but ordinarily this tedious 
procedure may be advantageously dispensed with, as the results 
obtained with an accurately standardized, approximately exact solu- 
tion are equally accurate, and the time required for the calculation is 
trifling. | 
In most of the methods described in this book, approximately 
exact percentage solutions are employed. 
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‘CHAPTER I 
APPARATUS 


TuE standard works on quantitative analysis give descriptions of 
the usual apparatus required, and a repetition of the information is not 
contemplated here. I shall simply mention a few articles and arrange- 
ments that I have found convenient in my Jaboratory. 

1. Flasks.—For most of my work I formerly used a 6-oz. flat- 
bottom flask, ordering a special form having a funnel-shaped mouth, 


“Oopper Flask” 


Scale 4 


Fig -%: Fic. 2. Fic. 3. 


as shown in Fig. 1. The enlarged mouth was for convenience in 
pouring and brushing in weighed material from the scale-pan. I 
subsequently preferred an 8-oz. flask and found those manufactured 
by the Whitall Tatum Co., of Philadelphia, very suitable. Their 
shape is shown in Fig. 2. Pyrex flasks of similar size and shape are 
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now to be obtained and are generally to be preferred on account of 
their resistance to sudden heat changes. Small Erlenmeyer flasks, 
with funnel-shaped mouths, as in Fig. 3, are useful in special cases. 
Five-hundred cubic centimeter Erlenmeyer Pyrex flasks are to be 
preferred for the zinc determination, as the glass is free from zinc, and 
will therefore permit the use of hydrofluoric acid in the decomposition, 
if necessary. | 

2. Casseroles.—Flasks are generally prescribed throughout this 
book, instead of casseroles, for decompositions. They appear to be 
less liable to mechanical losses of their contents, and for accurate work 
are generally better adapted and more convenient. In smelter labora- 
tories, where many determinations have to be made daily, casseroles, 
in connection with a large hot plate, are usually preferred. The usual 
size is about 3# in. in diameter. In many of the cases where I pre- 
scribe flasks for decompositions the operator may employ covered 
casseroles if he prefers. 

3. Funnels.—For ordinary routine work I do not use a filter- 
pump or 60° Bunsen funnels. I take a cheap funnel of about the 
dimensions shown in the figure 
and modify it as follows: Cut off 
the stem a short distance below 
the neck and melt on a glass 
tube provided with a loop as 
| shown. In: filtering, the loop 
iE Scale 14 will cause the liquid to form a 

| continuous column in the tube 
below and the weight of this 
column will produce a suction in 
the filter above. A long stem will 
give a strong suction, but a length 
of 10-12 cm. is usually sufficient.* 
A platinum cone is not used, as 
the suction is not strong enough to 
render it necessary. In order to 

. make the filter fit properly, the 
second fold is made with one side larger than the other, so that the 
opened filter will have an angle of something more than 60°. The 


Fic. 4. 


* These funnels, and also the other articles mentioned in this chapter, are kept in stock 
by the Denver Fire Clay Co, 
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wet filter will then fit the funnel at the top and be too small below. 
This will prevent entrance of air and increase the filtering surface, so 
that slight suction will effect rapid filtration. After the filter has been 
placed in the funnel, it is moistened and the top pushed down and 
fitted with the finger until it is as air-tight as possible. In working by 
this method, nothing would be gained by using a funnel having an 
angle of exactly 60°. 

In folding a filter it is a good plan, after the first fold, to tear off 
about a quarter of an inch from one of the corners. When the com- 
pleted filter is now placed in the funnel and wetted, the torn corner, 
coming next to the glass, will break the continuity of an air channel 
that might form along the adjacent fold. 

Whenever the occasion will permit the use of a porcelain filter plate, 
(Fig. 4a), it will usually be found much superior to an ordinary 
folded filter for rapidity 
of filtration and washing. 
The filter-plate arrange- 
ment is intended to be 
used with suction, but the 
loop funnel will provide 
sufficient suction in most 
cases, and it has the 
further advantage that the 
filtrate can be received 
in any desired receptacle, 
without the use of a bell-jar 
and plate, and transference 
can thus be avoided. The ~ 
filter plate, also called a 
Witt’s plate, is made in 
various sizes. A conveni- 
ent size for a 3-inch loop funnel has a diameter of about 375 mm. ‘The 
corresponding paper is a little larger—the size sold as Whatman’s 
No. 2 (4.25 cm.). 

To prepare the filtering arrangement, proceed as follows: Center 
the filter on the plate and wet it. Hold the funnel inverted and raise 
the plate and filter into place; still holding the arrangement secure, 
reverse the funnel to its proper position and then set it in its support. 
Prepare some paper pulp by violently shaking scraps of filter paper 


Filter Plate 
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Filter plate and filter 
in loop funnel 


FIG. 4a. 
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in an 8-oz. stoppered flask with about 150 cc. of a mixture of 1 part 
strong hydrochloric acid and 2 parts water.* Pour a little of this 
pulp over the filter. Using an inverted wash-bottle, pour water into 
the funnel several times, allowing the filter to drain each.time, to dis- 
tribute the paper pulp and fill up any leakages around the edges of the 
filter. | 

Asbestos. pulp may, of course, be substituted for paper pulp, if 
desired. 

The above arrangement can be used to great advantage in many 
places where the directions in the 
text call for an ordinary filter. 

4. Funnel-support.—The sup- 
port shown in the figure is very 
convenient. It holds six funnels 

Fic. 5. in a compact row, which facili- 
tates manipulation. (Fig. 5). 

5. Cooling-box.—Considerable time can be saved in copper, 
lead and other determinations, where a hot liquid in a flask has to be 
cooled to ordinary temperature, by employing a cooling-box or tank 
of some sort. The one shown in Fig. 6 consists of a wooden box lined 
with sheet lead and _ pro- 
vided with pipes for the 
entrance and overflow of 
cold. water. The top board, 
covering half the opening, is 
secured in place and. has 
openings for the entrance of 
6 flasks. The inner end of 
each opening is enlarged some- 
what and the board is cut 
away conically underneath, so that a flask which will float will rise 
into its socket and be in no danger of overturning. 

6. Hydrogen Sulphide Apparatus.—Notwithstanding all the auto- 
matic arrangements that have been devised for generating hydrogen 
sulphide, I prefer, for ordinary use in a small laboratory, the simple 
combination shown in Fig. 7. The generating bottle should be of 
convenient size, say 16-oz., and the stoppers rubber. The washing- 


Fic. 6. 


* This mixture tends to become slightly gelatinous on keeping. With hot water 
alone, more shaking is required, but the mixture will keep. 
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bottle is about half filled with water. It takes only a minute or so to 
clean and charge this apparatus, and when one has finished using it, 
the excess of gascan always 
be conducted into water to 
keep up the supply of hy- 
drogen sulphide water. It 
is always advisable to clean 
the apparatus immediately 
after use, leaving it about 
half full of water contain- | 
ing a quantity of the 
iron sulphide. It is then 
ready for instant use at Fic. 7. 

any time. 

7. Measuring-glass.—For the best work it is indispensable that 
all reagents should be measured, so that no doubt may exist as to 
the amount used for any purpose. A 25-cc. measuring-glass is per- 
haps the most convenient size for con- 
stant use. It is an unfortunate fact 
that almost all measuring-glasses and 
casseroles seem to be made with the 
lip on the wrong side for the analytical 
chemist’s use. In the case of the 25-cc. 
measuring-glass, it is a good plan to 
have a glass-blower flange the entire 
top, as shown in Fig. 8. This per- 
mits easy filling and pouring from all 
sides, and if the edge of the flange is 

Fic. 8. made thin, liquids will not be very 
likely to run down the outside. 

8. Flask-holder.—The holder shown in Fig. 9 is one of the most 
useful articles in my laboratory. My first holder came from Holland, 
and until the Denver Fire Clay Co. copied my model I was unable to 
obtain a duplicate in this country. It is the best design and the 
handiest to use of any I have seen. The portion that grasps the flask 
is lined with cork cemented in place with sealing-wax. A much 
cheaper and very satisfactory form of holder for students’ use is 
shown in Fig. 9a. It is made from my design and kept in stock by 
the Denver Fire Clay Co. 
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9. Apparatus for Standard Solutions.—All kinds of arrange- 
ments have been devised for facilitating the filling of burettes from the 
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Fic. 9. Fic. 9¢.—Flask Holder. 


stock bottles of standard solutions. Some of the methods are very 
convenient and satisfactory, but for the most accurate work with the 


Fig: ro. 


least apparatus I prefer the following plan: 

Keep the standard solutions in large stock bottles 
of about 9 liters capacity. From the large bottles 
fill smaller ones, say 1 liter size, as required. Have 
the burettes enlarged to a funnel shape at the top, 
as shown in Fig. 10, and keep them stoppered or 
covered with a cap when not in use. When a 
burette is to be filled the solution may easily be 
poured in from the small bottle. By this plan the 
liquid in a burette can always be mixed before use 
if desired, and the solution in the small bottle 
also shaken up. There .are no stop-cocks or 
rubber tubes to keep in order and the solution in 


the large bottle is disturbed only when necessary to refill the small 


bottle. 


: 


10. Burette Pinch-cock.—For use with solutions that do not attack 
rubber, I know of no better pinch-cock than the one shown in Fig. 11. 
It consists simply of a rubber tube plugged with a short section of glass 
rod or a small bulb. By squeezing the tube around the plug between 
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the fingers slightly, a channel is made for the passage of the liquid. 
With a properly proportioned tube and plug the arrangement is very 
satisfactory. 

11. Surface of Work-table.—The most satisfactory surface I have 
tried for the work-bench is asbestos-board, at least § of an inch thick,— 
+ in. is better. It should be cut to fit the bench and 
laid in as large sheets as possible. It is usually un- 
necessary to tack it in place. Instead of covering 
the entire bench, it may suffice to cover a small section 
where the operator does most of his work. The outer 
edge that receives wear should be painted with melted 
paraffin. The entire surface may be rendered more | 
durable by painting it with paraffin dissolved in carbon 
tetrachloride. The advantages of the asbestos surface 
are its comparative indestructibility under the action 
of corrosive chemicals or heated articles, its softness, 
which results in a saving of glass utensils, and, if it 
is not painted with paraffin, its rapid absorption of © 
spilled liquids. When much soiled or worn it is easily 
renewed. | 

Linoleum likewise makes a very durable and satis- 
factory surface. 

12. Rapid Filtration of Gelatinous. Brecpititer: — 
Dittrich * has described a method for the rapid filtra- 
tion of gelatinous precipitates, such as ferric or aluminum ~ 
hydroxide, which consists in mixing paper pulp with them 
before filtration. The paper pulp is prepared by vio- 
lently shaking a piece of filter-paper with a little water in a small stop- 
pered flask or bottle. The paper pulp does not ordinarily interfere 
with the subsequent ignition of the precipitate. 

I have found the scheme very useful in certain cases. Where 
it is desired to keep the volume of the filtrate as small as possible, 
the mixed pulp and water may be first poured into the filter and the 
drained-off water thrown away. ‘The filtration of the gelatinous 
mixture stirs up the pulp, which thus appears to be as effective as 
usual. 

13. Sand-bath—A “ sand-bath,” so-called, without the sand, 
supported on an iron tripod and heated with a Bunsen burner, is an 

* Ber., 37, 1840. 
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excellent arrangement for flasks and casseroles. The bath is stamped 

from thin sheet-iron and is of circular form, about 5 in. in diameter and 

tin. deep. A piece of thin asbestos board placed in the bath under a 

flask, with a properly adjusted flame, will produce a mild diffused 

heat for gentle boiling to dryness, with the least liability to ‘‘ bumping,” 

or cracking the utensil after dryness is reached. For a silica evapora- 
tion the evaporating-dish may be supported on a scori- 
fier placed in the sand-bath and a fairly strong flame 
used. This will effect a rapid evaporation without 
boiling, and the heat is sufficient for the subsequent 
dehydration of the silica. 

14. Boiling Rods.—For the prevention of “ bumping ¥ 
in boiling, glass rods with a short capillary tube on the 
lower end have been recommended. The objection to 

Fic. 12. : eo : : 

Boiling Rod. them is that it is difficult to wash out the capillary 

. opening. To obviate this I have had rods made 
from glass tubing with a cup-shaped cavity in the end, as in Fig. 12, 
which permits of easy washing. The larger cavity appears to serve 
just as well as the capillary tube. Tubes, closed at both ends, are 
usually preferable to solid rods for ordinary 
stirrers. 

15. Wash-bottle for Ammonia, etc.—To 
prevent the back-flow of corrosive vapors 
into the mouth I have found the arrrange- 
ment shown in Fig. 13 very satisfactory.. The 
mouth-tube is of as large diameter as con- 
venient, suitably contracted at the outer end, 
and extends to the bottom of the flask. The 
lower end is drawn out to a small opening and 
is slightly bent away from the exit tube, so 
as to prevent the blown-in air from entering , 
the latter. It is not bent so much that it 
cannot be inserted through the stopper. The 
latter is pierced with a third hole which is 
covered by a piece of sheet-rubber. The sheet- 
rubber is cut to fit the top of the stopper and is held in place by the 
tubing. It serves as a valve for the third hole when manipulated 
by pressing and releasing with the finger. To use the bottle, close the 
valve and blow, taking care to release the valve before discontinuing 


Fic. 13. 
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the pressure. The small opening in the lower end of the mouth-tube, 
together with the large diameter of this tube, will effectually prevent 
any residual pressure from forcing liquid back into the mouth. -Do 
not have the small opening foo small, so as to produce very slow action. 
The advantage of the above arrangement is its durability; it never 
gets out of order. 

16. Pencil for Glass, etc.—For marking ee and porcelain, the 
blue pencils of a greasy composition, sold for the purpose, will be 
found most convenient. ‘They are best sharpened with a coarse file. 

17. Cleaning Solution.—Dissolve 5 grams of powdered commer- 
cial sodium dichromate in 500 cc. of commercial sulphuric acid. 
The solution may be used cold but is more effective when warm. It is 
poured through burettes and into flasks, etc., to remove organic matter 
and other films. : 


CHAPTER II 
ELECTROLYSIS 


Tue following remarks on electrolysis are intended simply as an 
aid to those who have to make an occasional electrolytic determina- 
tion. The apparatus necessary for making a single determination of 
copper, nickel, or bismuth is described, and a few general directions 
are given as to manipulation and the attainment of the proper con- 
ditions. 

Those who desire to pursue the subject further or to fit up an 
elaborate installment are referred to the standard works on elec- 
trochemical analysis. 

1. Battery.—Three $-gal. Grenet cells, French form. ‘These will 
give all the electromotive force and current necessary. Both the 
electromotive force and the current can be sufficiently varied by using 
from 1 to 3 cells in series. The degree to which the zinc plates are 
immersed affects the current but slightly. The following solution is 
used in this battery: For each cell—water, 2 liters; strong sulphuric 
acid (commercial), 200 cc.; powdered potassium dichromate, 226 
grams. | 

The zinc plates should be amalgamated with mercury. When 
the battery is not in use, it is best to remove and wash the carbons 
and zincs and cover the jars with watch-glasses. 

2. Volt-Ammeter.—Some form of apparatus for measuring the 
current is quite necessary. Voltmeters, and ampere-meters may 
be purchased as separate or combination instruments. A form of the 
latter, called the ‘ Student’s Volt-Ammeter,”’ manufactured by the 
L. E. Knott Apparatus Co. of Boston, Mass., will serve very well for 
ordinary work. It costs about $7. 

3. Electrodes.—One set of electrodes is sufficient for the determina- 
tions mentioned above, as follows: Cathode. A plain cylinder of 
platinum foil, 5 cm. long and 2.5 cm. in diameter. It has a total 
- surface (including both sides) of about 78.5 sq.cm. and weighs about 
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12.5 grams. A stout platinum wire about 12 cm. long is attached to 
the top of the cylinder. Anode. This is made from a single piece of 


stout platinum wire. A straight portion about 17 cm. 
long rises from the center of a circular base, made by 
coiling the wire closely about itself, so as to form a disk 
about 2 cm. in diameter. It weighs about 8.5 grams. 


4. Beaker for Electrolysis——This is about 5 cm. 


_ In diameter and g cm. high. A narrow strip of paper 
is pasted on the outside at the point indicating a 
volume of 100 cc. A 4-in. watch-glass split in two 
serves as a cover, the electrode wires passing through 
the crack in the center. 

5. Supports for Electrodes and Beaker.—One of 
Classen’s supports with two clamps (sold by dealers 
for about $4) will serve very well, or the operator can 
easily construct a support of wood and a few binding- 
posts. It is a good plan to have the beaker on a 
block of wood or other elevated support, so it can 


Fic. 14.—Elec- 
trodes. 


easily be raised into place or lowered away from the electrodes as’ 
desired. The elevated arrangement of the beaker will also permit of 
its being supported over a flame if a temperature higher than the 


ordinary is required. 


Fic. 15. 


6. Figure 15 shows a convenient plan for a single apparatus. 
The battery and volt-ammeter are placed on a shelf over the work~ 
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bench and the electrodes are held by two binding-posts screwed into 
the edge of the shelf, the connections being made as shown in the 
diagram. ‘The figure is intended simply to show the arrangement, and 
in practice the wires may be more or less concealed and connected 
with convenient switches if desired. The beaker is supported on one 
or more wooden blocks resting on the bench, or a ring-stand may be 
used. When an electrolysis is finished, the beaker can be held in the 
hand while the block is removed, and then, with the current still 
passing, it may be gradually lowered from the electrodes, while the 
latter are washed with a stream from the wash-bottle. The beaker 
may then be replaced with one filled with distilled water before the 
cathode is disconnected. ‘The volt-ammeter indicates amperes to the 
right and volts to the left of a central zero. The diagram shows the 
ammeter side in circuit, connections being made with the binding- — 
posts 6 and c in series, and the needle incliaed to the right. To read 
volts, connect the battery wires directly with the electrode binding- 
posts and attach shunt wires from these posts to a and 6. When the 
proper connections are made the needle will point to the left. 

7. Conducting an Electrolysis.—Clean and ignite the electrodes, 
and, when cool, weigh either one or both as required. Now, by means 
of the supports and binding-posts, adjust the electrodes and beaker of 
solution as follows: Place the anode within the cathode with its base 
perhaps a quarter of an inch below the lower edge of the cylinder. 
Adjust the beaker and volume of solution so that the anode nearly 
touches the bottom of the beaker, and the top of the cathode cylinder 
is about a quarter of an inch above the surface of the liquid. Cover 
the beaker with the split watch-glass and connect the electrodes with 
the battery. For copper, nickel, and bismuth the cathode is to be 
connected with the zinc pole. 

Now include the ammeter in the circuit and note the reading. 
It is not sufficient to know simply the amount of current passing, 
since the actual effect of this current in the solution is governed 
by the area of electrode surface over which it is distributed. It is 
necessary to have a certain amount of current passing into a unit 
area of cathode surface in order to effect a proper deposition of metal; 
in other words, the current must have a certain density. One hundred 
square centimeters has been chosen as the unit area to which to refer 
the current as read in amperes. Thus, if a current of 2 amperes is 
received on 200 sq. cm. of cathode, the current density per 100 sq. cm. 
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is only 1 ampere. Conversely, if 1 ampere of current is passing 
through 50 sq. cm. of cathode surface the density per 100 sq. cm. is 
2 amperes. The symbol NDjo0 is used to express the density of the 
current per 100 sq. cm. of electrode surface exposed to its action. 
When the area of the cathode (including both sides) actually immersed 
in the solution is known, the current density may be easily calculated 
from the reading of the ammeter. Thus, if the ammeter reads 2 
amperes and the cathode has 75 sq. cm. of surface immersed, then 


NDj00 = ae or 2.66 amperes. 
0.75) 


If one cell fails to give a sufficient current, use two or three in 
series, as necessary. Under given conditions of resistance a certain 
electrode tension is required in order to obtain a stated strength of 
current. ‘This tension may be measured with the voltmeter. The 
instrument is not, like the ammeter, included in the main circuit, but 
is placed in a shunt between the electrodes or points in the circuit 
whose difference of potential is to be measured. 

_ Having attained the proper current conditions, it is best to leave 
the ammeter in the circuit during the entire electrolysis, so that any 
variation in the current may be noted and corrected if necessary. 

When the appropriate tests show the metal to be all deposited, 
the beaker may be removed, and the electrodes washed as described 
above, or according to the directions given for the metal being deter- 
mined. 

It is usually best to wash the electrode to be weighed, first with 
distilled water and then with strong alcohol. It may then be drained 
a moment on filter-paper, dried by hoiding over a hot plate, or better, 
in a drying-oven at about 100° C., and finally cooled and weighed. 

A cathode cylinder made of platinum wire gauze has been found 
to offer some advantages over one made of foil. A freer circulation 
of the solution is afforded, the time of deposition is shortened, and the 
deposited metal is more firmly adherent. 

By the use of special apparatus arranged to eid? rotate one of 
the electrodes, a very strong current may be employed without injuring 
the quality of the deposit, and the time required for a satisfactory 
electrolytic determination may thus be shortened to twenty minutes 
or less. Descriptions of such methods may be found in electrochem- 
ical literature. 


CHAPTER III 
LOGARITHMS 


1. THE ordinary calculations of technical analysis may be greatly 
facilitated by the use of logarithms; furthermore, the liability to error 
is considerably lessened on account of the fewer figures employed, and 
for the same reason a calculation is more easily checked over and any 
error detected. ? | 

When logarithms are not used it is a great advantage to have the 
standard solutions for volumetric work of certain exact strengths, so 
that their factors will be whole numbers. It is frequently difficult 
to prepare such solutions, and they are liable also to require trouble- 
some adjustment from time to time. By the use of logarithms the 
necessity for these hard-and-fast standards is obviated, the calcu- 
lation with any factor being very short. 

Tables of logarithms and antilogarithms are given in this book, 
but for daily use it is best to have tables mounted on opposite sides of a 
piece of stout cardboard. ‘They can be purchased in this form of the 
Franklin Laboratory Supply Co., 79 Amherst Street, Cambridge, 
- Mass. 

For the benefit of those who are unfamiliar with neavicnis or out 
of practice, the following remarks are appended: 

To multiply two numbers, add their logarithms. The sum is 
the logarithm of the product. 

To divide one number by another, subiract from its logarithm 
the logarithm of the divisor. The remainder is the logarithm of the 
quotient. 

The logarithm of a number is composed of two parts—a positive 
or negative integral number called the characteristic, and a ENG 
decimal fraction called the mantissa. 

All numbers composed of the same figures placed in the same 
order have the same mantissa irrespective of the Bieta of the 
decimal point. 

14 
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The characteristic of a logarithm indicates the position of the 
decimal point in the corresponding number. When the number has 
one significant figure to the left of the decimal point, the characteristic 
of itslog.iso. If there are two figures it is 1, with three figures it is 2, 
etc. A decimal fraction has a negative characteristic which is equal 
to the number of places the first significant figure is removed from 
units; thus, the characteristic of the log. of 0.0459 is — 2; of the log. of 
0.0046, —3, etc. A negative characteristic is written with the minus 
sign immediately over it. It may be made positive by adding 10 
to it, the fact being indicated by writing 10 with a minus sign after the 
mantissa. 

The above rules may fe illustrated as follows: 


Number. Logarithm. 
ROGPR Ren Con er se ee 3.6713 
NS eee et cn Vi fet eee 207% 
7G Fh eta ie git RAR Se era ee 1.6713 
fia 16's SNe ctr” Aarae hae ¥, eT E Ne 0.6713 
THERE eee ay oe 5 ale Sead T.0713 010.0712 —10 
CUI ene a Pt oa 2.6713 or 8.6713 —I0. 
POA UO Le ee state, eer 3.0713 017.0713 10 


The —10 after the mantissa is frequently omitted where the 
value of the characteristic is obvious. _ 

In many simple operations the position of the decimal point 
may be seen at a glance without the use of characteristics. For 
instance, when working with a standard solution where 1 cc. = about 
1 per cent of the constituent sought, then, if 45 cc. have been used 
and the figure corresponding to the log. obtained (no characteristics 
having been used) is 4563, it is evident that the percentage is 45.63 
and not 4.56 or 0.45. 

Four-place logarithm tables are intended to be used with numbers 
of not more than four figures. Such tables, however, will suffice for 
most of the calculations of ordinary analytical work. 

To find in the table the mantissa of the log. of a number, proceed 
as follows: If the number consists of only one or two figures, find the 
number in the extreme left-hand column, and the mantissa will be 
given immediately opposite in the next column to the right headed o. 
Thus the mantissa of the log. of 1 or 10 is .coo0, of the log. of 12, .0792, 
etc. If the third and fourth figures of a number are o, the mantissa 
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will also be in the o column as before. If the third figure is an integral 
number, the mantissa will be found in the same horizontal line, in the 
column headed with that figure; thus the mantissa of the log. of 124 or 
1240 is .0934. If the fourth figure of a number is an integral number, 
recourse must be had to the column headed “ Proportional Parts.” 
When the mantissa for the first three figures has been found, there 
must be added to it the amount found in the same horizontal line in the 
column headed with the fourth figure in the proportional parts. 
Thus the mantissa of the log. of 1245 is .0934-++.0017, or .og51. Having 
found a required mantissa, prefix the characteristic according to the 
rules given above. | 

The table of antilogarithms gives the numbers corresponding. to 
logarithms, and a number is found from its logarithm in precisely the 
same manner as a logarithm is found in the table of logarithms.. Thus 
the number corresponding to log. 9.0974 is 0.1251, the characteristic 9 
signifying the same as I and indicating the position of the decimal 
point. In the same way log. 1.0974 gives 12.51, etc. 


CHAPTER IV 
ALUMINUM 


1. THE technical determination of aluminum (usually required 
as AloOz) in ores and metallurgical products is a somewhat trouble- 
some proposition. There seems to be no short and satisfactory method 
that is applicable to complex substances. The usual interfering ele- 
ments are iron, manganese, arsenic, antimony and phosphorus. Chro- 
mium and titanium would prove sources of trouble, but are so rarely 
present in ordinary ores that they may usually be neglected. There 
are two general methods of procedure, the direct and the indirect. 
In the direct method the aluminum is weighed as AlPO, or AlzO3. In 
the indirect method the aluminum, iron, and perhaps phosphorus are 
weighed together as AloO3, Fe203 and P2Os, the latter, of course, com- 
bined to form a phosphate with the others. The alumina is then 
found by difference, after the weight of the other constituents of the 
mixture has been determined and deducted. : 

2. Direct Method.—Treat 0.5 gram of the ore in a platinum dish 
with 2~—3 cc. of strong sulphuric acid and about 20 cc. of strong pure 
hydrofluoric acid.!_ Evaporate over a water-bath or other gentle heat 
as far as possible, and then cautiously raise the heat until the sul- | 
phuric acid is fuming copiously. Allow to cool, add water and a little 
hydrochloric acid and warm the mixture until the dish is free from 
adhering insoluble matter. Now transfer, using as little wash-water 
as possible, to an 8-oz. flask. Add 5 grams of potassium sulphate, 
5 cc. of strong sulphuric acid and one-eighth of a 9-cm, filter. Boil 
the mixture gently at first, to expel water and hydrochloric acid, then, 
as the sulphuric acid begins to fume, the heat may be increased as 
strongly as the prevention of undue foaming will permit, finally 
with the flask in a holder, over a free Bunsen flame, until any free 
sulphur is entirely expelled and the separated carbon is completely 
oxidized, leaving a clean mass or melt, with but little free sulphuric 
acid. Allow the flask to cool in an inclined position to avoid cracking. 
The object of the filter paper is to reduce any arsenic or antimony to 
17 
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the ous condition, and thus render its subsequent precipitation as 
sulphide rapid and complete 

3. After cooling, add 150 cc. of water and 5 cc. of strong hydro- 
chloric acid and warm the mixture until everything soluble has dis- 
solved. If a trifling residue remains it may usually be neglected. 
From a larger residue, decant most of the solution through a filter 
and heat the residue with dilute hydrochloric acid, repeating these 
operations once or twice if necessary. Calcium sulphate or lead salts 
may thus be dissolved or greatly reduced in amount? Pour the 
solutions through the filter, finally transferring any remaining residue, 
and wash with hot water. Reserve the filtrate. The final residue 
may consist of a little barium or calcium sulphate or other unimportant 
substance. If its character is thus recognized it may be neglected, 
but if this is uncertain and aluminum is likely to be present, it is 
best to treat it further. Ignite filter and contents in a platinum dish 
until the carbon is consumed. The residue may now be either again 
evaporated with a little hydrofluoric and sulphuric acid nearly to 
dryness, or, if silica is apparently absent, it may be fused with a little 
mixed sodium and potassium carbonates.* In either case the solution 
of the product, acidified with hydrochloric acid, may be added directly 
to the reserved filtrate, without regarding any residue of barium sul- 
phate. 

4. The liquid is now an acid solution of the various bases. It 
should not be too acid, and it is therefore safer to nearly neutralize 
with ammonia and then reacidify with an excess of 5 cc. of hydro- 
chloric acid.® Now dilute to about 300 cc. with hot water and pass in 
hydrogen sulphide to precipitate the metals of that group. Ten 
minutes will usually suffice for this precipitation, since any arsenic 
or antimony is in the ous condition and will come down quickly. It 
is well, however, to have the liquid fairly cool at the end, to ensure 
the complete precipitation of any lead. Filter, washing with water 
containing hydrogen sulphide and a little acetic acid. Boil the filtrate 
until all hydrogen sulphide is expelled and then oxidize the iron to 
the ferric condition by the cautious addition of 10 cc. of bromine water 
to the boiling solution.® Now dilute to about 400 cc. with cold water 
and allow to cool to room temperature. The liquid is now ready for 
the precipitation of the aluminum as phosphate, according to Peters’s 
modification of Wohler’s method,* as follows: 

* Blair, Chem. Anal. of Iron, 3d ed., p. 250. 
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5. Add ammonia until the solution becomes brown or dark red in 
color, according to the amount of iron present, but still contains no 
precipitate. When there is little or no iron, simply neutralize to faint 
acidity, using litmus paper. Now add 3.3 cc. of hydrochloric acid of 
1.2 sp. gr. and 2 grams of sodium phosphate dissolved in water and 
filtered if necessary.’ Stir until any precipitate formed is dissolved 
and the solution becomes perfectly clear again.* Now add 10 grams 
of sodium thiosulphate, dissolved in water (and filtered if necessary), 
and 5 cc. of 80 per cent acetic acid, or 4 cc. of the 99 per cent 
acid. Heat to boiling, boil fifteen minutes,{ and filter as rapidly as 
possible on an ashless filter. Wash thoroughly with hot water. If 
the amount of the precipitate is small it may at once be dried, ignited 
in a porcelain crucible, together with the filter, and weighed as AlPO4. 
Multiply this weight by 0.4183 to obtain the weight of the Al2Os.° 

If the precipitate is large in amount it should be redissolved and 
reprecipitated. Rinse it into a beaker, add a little hydrochloric acid 
to dissolve it, and then pour through the filter, to dissolve what was 
not rinsed off, and wash the filter thoroughly. Dilute the filtrate 
somewhat, if necessary, add ammonia in slight excess, and then reacid- 
ify with acetic acid in slight excess. Heat to boiling, filter, and wash 
with hot water. Then dry (I have found this apparently unnecessary), 
ignite, and weigh as above described. It is always well to again boil 
the filtrate from the first precipitate of aluminum phosphate for some 
time and filter off the precipitate formed on a separate filter. Ignite 
this in a separate crucible (not weighed), and if any AlPOs, is found, 
brush it in with the main portion. A precipitate of sulphur will thus 
always be obtained, and the presence of aluminum phosphate can be | 
determined only by igniting it. It is best to repeat this boiling and 
filtering until the ignited precipitate leaves no residue. 


1 Alumina compounds in ores are very likely to consist of silicates not easily 
decomposed by ordinary acids. The hydrofluoric acid used decomposes these 
silicates and the sulphuric acid eventually expels the hydrofluoric acid and con- 
verts the bases to sulphates. The material is now in condition for the treatment 


* Blair’s directions. Personally, I have frequently found the solution to become 
more and more turbid. I then cautiously add more hydrochloric acid until the solution 
clears, note the extra amount used and increase the sodium thiosulphate at the rate of 10 
grams for each 3 cc. of acid required. 

1 Blair’s directions. I have found thirty minutes safer. 
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in a flask that follows. This treatment is given to complete the decomposition 
and facilitate subsequent operations. 

2Tf arsenic is left in the zc condition, its precipitation by hydrogen sulphide 
is very slow, as the hydrogen sulphide has to first reduce it to the ous condition. 

3 The heating with sulphuric acid and potassium sulphate converts any iron 
present into anhydrous ferric sulphate. This is usually the most troublesome of 
the eventually soluble salts to get into solution, as it first has to become hydrated. 
Even by heating in the presence of hydrochloric acid the solution is frequently 
very slow. Undissolved anhydrous ferric sulphate, when much is present, usually 
appears as minute pearly scales by slowly rotating the liquid. When allowed to 
settle it is not as white as the sulphates of barium, calcium or lead. Any 
remaining undissolved is liable to retain aluminum sulphate and thus render the 
result low. 

4 The mixed salts are used simply because they fuse at a lower temperature than 
the single salts. 

5 If the solution is very acid, hydrogen sulphide may fail to completely precip- 
itate all the metals of the group. 

6 Hydrogen sulphide reduces any iron present to the ferrous condition. Bro- 
mine water is added to oxidize the iron back to the ferric state. If the hydrogen 
sulphide were not previously boiled off it would be decomposed by the bromine 
water and produce an unnecessary precipitation of sulphur. Having the iron in 
the ferric state permits the proper neutralization with ammonia without causing 
any of the iron to precipitate. When the cold ferric solution is gradually neutral- 
ized with ammonia a soluble brown basic ferric chloride is eventually formed, the 
neutralization being carried to the extreme that will not cause a precipitation. 

7 The hydrochloric acid added prevents the precipitation of ferric phosphate 
by the sodium phosphate. When the thiosulphate is added, it completes the 
neutralization of the mineral acids and sets free sulphurous acid in their place, 
at the same time reducing the iron to the ferrous condition. Ferrous phos- 
phate is soluble under these conditions and therefore does not precipitate. 
Acetic acid is added to maintain the presence of a weak acid during the sub- 
sequent boiling and thus prevent the precipitation of all other phosphates except 
aluminum phosphate. 

8 Aluminum phosphate is more or less soluble in cold dilute acetic acid and 
therefore does not precipitate at once. In the same mixture, heated to boiling, 
however, it is quite insoluble and comes down together with sulphur that separates 
from the continually decomposing thiosulphate’ Sulphur always precipitates 
even in the absence of aluminum. It is white at first and therefore indistinguish- 
able from the white aluminum phosphate, but agglomerates and turns yellowish on 
prolonged boiling. Its admixture with the aluminum phosphate is advantageous, 
as it facilitates filtration and washing. The filtration is made without delay, while 
the liquid is boiling hot, on account of the possibility of some of the aluminum 
phosphate dissolving if the solution is allowed to cool. Even when the precipita- 
tion of the aluminum has been complete, the filtrate always becomes turbid owing 
to the continued precipitation of sulphur. 

® The sulphur all burns off during the ignition, and the formula of the ignited 
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residue is AlPO,. Its molecular weight is 122.14. Two molecules of AlPO, cor- 
respond to 1 molecule of Al.O;, of which the molecular weight is 102.2. This gives 
the proportion 244.28 : 102.2=1:%. x=0.4183. That is, any weight of AlPO,, 
multiplied by 0.4183, will give the weight of Al.O; to which it corresponds. 

For the treatment in the flask, potassium sulphate is prescribed. Potassium 
or sodium acid sulphate, or anhydrous sodium sulphate will serve equally well. 
Acid sulphates are unnecessary at the outset, as normal sulphates are soon con- 
verted to acid sulphates by the concentrated sulphuric acid and heat. 


6. Direct Method Using Sodium Thiosulphate.—Proceed as 
described in 2, 3 and 4 until the liquid of 5 is obtained. Now add 
dilute ammonia cautiously, with stirring, until the precipitate pro- 
duced finally dissolves with difficulty, but avoid causing a permanent 
precipitate. Endeavor to have the solution now contain not over 
too mg. of Al in 200 cc. Add an excess of sodium thiosulphate and 
boil until free from SO2. AI(OH)3 is precipitated together with free 
sulphur, according to the reaction: 


2AlCls +3Na2S203 +3H20 => 2Al(OH)3 +3502+35S. 


Filter the precipitate of Al(OH); and sulphur and wash thoroughly 
with hot water containing some ammonium chloride or nitrate. Dry 
the precipitate, separate it from the filter, ignite the latter and add 
the ash to the main precipitate. Now ignite the whole over the blast 
lamp to constant weight and weigh as AlzO3. The above procedure 
separates aluminum from iron. 

7. Indirect Method.'—This is useful in technical work only when — 
the precipitate of mixed iron and aluminum hydroxides can be easily 
obtained free, or nearly so, from phosphorus and arsenic, as in the case 
of clay and similar material. If phosphorus or arsenic are likely to be 
present in more than negligible amount, their separation or estimation 
is involved, and the process usually becomes too tedious for a technical 
method. Where the method is applicable the procedure may be as 
follows: | | 

Take 0.5 gram of the substance and decompose it, according to its 
nature, either with acids or by fusion in platinum with a mixture of 3 
grams of sodium carbonate and 2 grams of potassium carbonate.” 
In the latter case, fuse until clear, disintegrate the cold melt by heating 
with water and transfer the mixture to an evaporating-dish. Cover 
the dish, acidify with hydrochloric acid and evaporate to dryness to 
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remove silica. If acids alone have sufficed for the decomposition, the 
solution may be similarly evaporated. Sometimes an evaporation to 
dryness, in platinum, with hydrofluoric acid mixed with hydrochloric 
or a little sulphuric acid (the material being moistened with the latter 
before the hydrofluoric acid is added)? may serve to decompose the 
substance and remove silica at the same time. After the evaporation 
take up in hydrochloric acid and dilute. Dilute the filtrate from the 
silica, or the solution otherwise obtained free from silica, to from 100 
to 300 cc., according to the amount of iron or aluminum apparently 
present, make slightly alkaline with ammonia and heat to boiling. 
Keep at a boiling temperature for a short time, then remove from the 
heat and allow to settle somewhat, and filter, washing with hot water. 
If the amount of the precipitate is large it is best to redissolve it in 
hydrochloric acid and repeat the precipitation. It is always safer to 
do this in any case.* The final washing should be very thorough, 
ten to twenty times with hot water, or until a portion of the filtrate 
shows no test for chlorine. Finally, dry and ignite the mixed hydrox- 
ides and weigh as Fe2O3 and Alz:O3.5 After weighing, fuse in platinum 
with a little potassium acid sulphate, take up the melt in dilute hydro- 
chloric acid and determine the amount of Fe2O3 volumetrically, thus 
arriving at the weight of the AlzsO3 by difference. Phosphours, 
arsenic, and the heavy metals are presumably absent from the sub- 
stance tested. If manganese is present in appreciable amount it 
should be separated from the iron and aluminum by the basic acetate 
method (see Fresenius or Treadwell) previous to the precipitation by 
ammonia. 


1 Frequently, in analytical separations, the precipitate which is produced by 
ammonia, or bromine (to catch manganese) and ammonia, and which consists 
mainly of the hydroxides of iron, aluminum and manganese, is so slight that it is 
simply ignited and weighed without an attempt at separation. It is then reported 
either as Fe2O; or Fe2O;, Al2O;, and perhaps Mn;Q, also. 

2 The mixed carbonates fuse at a lower temperature than either salt separately. 
With silicates very difficult to decompose, it. is better to use sodium carbonate 
alone and a higher temperature. 

3 If hydrofluoric acid is added before moistening with sulphuric acid, the heat 
of combination with the silica of the powdered material is liable to produce a puff 
of vapor sufficient to cause a loss of some of the substance. 

4Tron and aluminum, when precipitated in the ordinary way with ammonia, 
usually carry down with them some of the other constituents in solution, such as 
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calcium, copper and zinc. Even though the salts thus carried down are soluble, 
they cannot subsequently be washed out of the precipitate. When the precipitate 
is large and the impurities are non-volatile, a considerable error may be introduced. 
Re-solution of the precipitate, followed by 2 second precipitation, minimizes this 
error. Sometimes a third or fourth treatment is desirable. Alumina, after ignition, 
is very hygroscopic, and therefore no time should be lost, after cooling in a desic- 
cator, before weighing. The ignited precipitate is liable to gain weight after 
cooling, even when in a desiccator. 

5 Suppose that the weight of the combined oxides was 0.1062 gram. On the 
0.5 gram basis this is equal to 21.24 per cent. Inspection will sometimes show 
whether Fe:0; or Al.O; preponderates, the former being brown and the latter white. 
If the amount of iron present is apparently very small, its determination is best 
made by varying the usual precedure somewhat. Consult Iron,13,at end, and 14. 
The above residue has been gotten into hydrochloric acid solution.. Add a small 
pinch of granulated zinc. The mixture soon becomes colorless, showing that the 
iron is all reduced. Add a little sulphuric acid to dissolve the excess zinc, then 
dilute with cold water to perhaps so cc. and filter, receiving the filtrate in a beaker. 
See that the solution is cold, and titrate at once with standard permanganate. 
Special refinements as to bulk of solution, degree of acidity and blank test of the 
zinc are unnecessary. 

When the amount of iron is apparently large, treat the hydrochloric acid solu- 
tion just as described in Iron, 13, at end, and 14. 

6 Suppose, on the basis of o.5 gram of ore taken originally, the titration showed 
13.86 per cent Fe. This must be calculated to the corresponding per cent of 
Fe.0;, to make the proper subtraction from the per cent of the mixed oxides. 
The atomic weight of Fe is 55.84. The molecular weight of Fe.O; is 159.68. It 
takes 2Fe to correspond to Fe,O;; therefore, 111.68 : 159.68 =13.86 : x. x=19.84- 
This is the percentage of Fe:O; in the mixed oxides. Total percentage, 21.24, 
minus 19.84 =1.40, the percentage of Al.O;. 


CHAPTER V 
ANTIMONY 


THE technical determination of antimony in ores, etc., is best 
made by volumetric methods. The most troublesome interfering 
element is usually arsenic. Where arsenic is known to be absent or 
negligible, the procedure in the following method may be shortened 
by omitting the operations for its removal. 

1. Before beginning treatment the nature of the material should 
be considered. Most sulphides and mixed ores yield readily to the 
acid treatment described below, but oxidized ores rich in antimony 
may fail of complete decomposition. Such material is easily decom- 
posed by the method described in 6. | 

2. Method Applicable to Sulphides and Most Mixed Ores and 
Low-grade Oxides.*—Weigh 0.5 gram of the finely ground ore into an 
8-oz. flask (a Pyrex flask is best), add 2 grams of anhydrous sodium 
sulphate, 5-6 cc. of strong sulphuric acid and one-eighth of a g-cm. 
filter paper. The object of the latter is to provide organic matter 
for the reduction of arsenic and antimony to the ous condition, thus 
facilitating the solution of the antimony and also rendering the 
subsequent precipitation of both metals as sulphides rapid and com- 
plete. Heat the mixture, cautiously at first, over a small free flame, 
then, with the flask in a holder, over the full flame of a Bunsen burner. 
Continue until any free sulphur is all expelled, the separated carbon > 
completely oxidized and the free sulphuric acid almost entirely driven 
off. If apparently necessary, add a little more sulphuric acid and run 
down again. 

Allow the mass to cool with the flask on its side, as otherwise 
the solidifying cake may crack it, or, rotate the flask slowly with the 
holder until the mass solidifies on the sides. 

3. When cold, add 25 cc. of hot water and warm gently, without 
boiling, to completely disintegrate the cake. Boiling would materially 
alter the volume of the water and change its relation to the hydro- 
chloric acid next added. Remove from the heat, add 50 cc. of strong 
hydrochloric acid and agitate gently, without further heating, to dis- 


* A, H. Low, Jour. Am. Chem. Soc., XXVIII, 1715, modified. 
ee 
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‘solve soluble salts, especially anhydrous ferric sulphate.!_ The mixture 
is now 2 volumes of strong acid to 1 of water.? Additional heating 
is avoided at this stage, as it might easily occasion loss of arsenic by 
volatilization, if the latter is to be determined, and might also change 
the relative proportions of acid and water, upon which the separation 
of arsenic depends. 

Pass in a rapid current of hydrogen annie for about ten minutes. 
As any arsenic present is in the ous condition, this should be sufficient 
time for its complete precipitation. A little arsenious 
chloride in the vapors might permit the formation of 
sulphide that would escape from the flask. To prevent 
this possible slight loss it is best to use the arrange- 
ment shown in Fig. 16. The thistle-tube contains a 
few bits of broken glass moistened with 5 per cent 
sodium hydroxide solution. Any arsenic escaping is 
thus caught and subsequently recovered. Some copper 
may be precipitated, but no antimony or tin. During 
the precipitation make a mixture of 25 cc. of water and 
50 cc. of strong hydrochloric acid, to be used in the 
subsequent washing. Also prepare a Witt’s plate filter 
in a loop funnel (APPARATUS, 3). Ifa bell-jar and glass plate are 
available, so as to permit filtration into a beaker, they may be used 
with suction, but a filter flask is undesirable, as it necessitates sub- 
sequent transference of the filtrate into a beaker. The suction of a 
loop funnel is usually quite sufficient. ; 

Filter off the AseS3 precipitate, receiving the filtrate in a 600-cc. 
beaker. Adhering sulphide in the flask or on the delivery tube will be 
recovered later, but it must be well washed with the acid mixture, to 
remove antimony. 

Wash the delivery tube, held over the flask, with the prepared 
acid mixture and set it aside temporarily. Now wash out the flask 
with the same mixture, pouring from the flask over the precipitate, 
and allowing the filter to drain completely between washings. ‘The 
antimony is now in the filtrate. If arsenic is to be determined, proceed 
with the precipitate, flask and delivery tube as directed in ARSENIC, 2 

Continue with the antimony as follows: 

4. Mark the height of the filtrate on the beaker and then dilute 
with hot water to about 34 times this height. Pass in a rapid current 
of hydrogen sulphide for at least ten minutes. The previous delivery 


Fic. 16. 
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tube and flask, if not reserved for arsenic, may be cleansed with 
ammonia and used for antimony. Filter the precipitated Sb2S3 through 
a Witt’s plate filter as before, into a large beaker. The filtrate should 
be perfectly clear—otherwise re-filter. Using hydrogen sulphide 
water slightly acidified with acetic acid, wash out the beaker and 
delivery tube and then wash the precipitate six or seven times. This 
is to remove most of the hydrochicric acid. Reject the filtrate. 
Wipe out any adhering sulphide in the beaker with a bit of filter 
paper and place on the precipitate. Reserve the delivery tube. 

Place the clean original flask, or a similar one, under the funnel. 
Warm about 15 cc. of a 5 per cent solution of sodium hydroxide in a 
small beaker. Cleanse the delivery tube, held over the funnel, with a 
few drops of this, and then continue to pour the solution very slowly 
over the precipitate to dissolve it. Use as little as possible—perhaps 
to cc. Dilute the remainder (or take a little more if necessary) with 
about 50 cc. of hot water, for washing. Wash the filter six or seven 
times with this, keeping the bulk of the filtrate as small as possible. 

Add to the solution in the flask about 2 grams of anhydrous sodium 
sulphate and 6-7 cc. of strong sulphuric acid. Support the flask over 
a small free flame and boil down to small bulk; then, with the flask in 
a holder, run down, over a strong free flame, as in the original decom- 
position of the ore, using the same precautions in the cooling. The 
piece 2 filter paper for reduction purposes is here omitted as unnec- 
essary.? 

To the cool residue in the flask add 50 cc. af hot water and 10 cc. 
of hydrochloric acid, also about 3 grams of powdered tartaric acid, 
to prevent the separation of any insoluble antimonyl chloride. Heat 
to effect solution and then boil a short time to expel any possible SOx. 
Now add 10 cc. more hydrochloric acid and cool completely under the 
tap. Dilute to about 140 cc. with cold water, and titrate with stand- 
ard potassium permanganate solution to the usual pink tinge. The 
end-point is sharp, but soon fades, owing to the action of the hydro- 
chloric acid present. | 

The standard permanganate used for the iron titration will serve 
for antimony. The Fe value of the permanganate multiplied by 1.076 
will give the Sb value. Or, multiply the sodium oxalate (C2O4Naz) 
value by 0.8971. 

5. Notes.—Sometimes an epereniatte amount of undecomposed 
material remains after the above fusion in a flask. This is usually 
of a silicious nature and not likely to contain antimony (or arsenic), 
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A small amount of copper RoE present) has no influence on 
the antimony titration. 

Tin is without influence on the antimony result (since it exists 
in the final solution as stannic sulphate), but it may prove a great 
annoyance, if much is present, owing to its troublesome sulphide. 
In such a case I have found Clark’s oxalic acid method for preventing 
the precipitation of tin sulphide very satisfactory. Simply dissolve 
to grams of oxalic acid crystals in the filtrate containing the anti- 
mony, previous to diluting and passing in hydrogen sulphide. The 
tin will be kept in solution and occasion no further trouble. 


1Tn a hydrochloric acid mixture of this strength, antimony will not be precip- 
tated by hydrogen sulphide, while arsenic in the ous condition will quickly come 
down as As»Ss. 

2 Anhydrous ferric sulphate, produced by the effect of concentrated sulphuric 
acid and heat on iron salts, is most troublesome to dissolve. If much is present 
it appears as minute pearly scales when the liquid is slightly agitated or rotated. 
In a warm acid solution it will gradually become hydrated and dissolve. 

’ The free sulphur which is always present is a sufficient reducing agent, and, 
moreover, the antimony is already in a reduced condition at the outset. 

4 Antimony may be assumed to exist in the ous condition as SbCl;, which the 
permanganate oxidizes to the zc condition, SbCls. The following explanation will 
serve to show how this is done. The reactions given are simplified so as to indicate 
only the essential points. 

First, considering the permanganate: . | 

2K MnO.=K,Mn20s=K-0.Mn:0;. The essential portion of this compound is 
the Mn,O0;. This gives up oxygen and becomes reduced to Mn,O., or, 2MnO. 
Mn,0,=2Mn0O+0O;. This means that 2K MnO, has 5 oxygen atoms available for 
oxidation. Now consider how one of these atoms can act on the hydrochloric 
acid present. 2HCl+O=H,0+Cl. This gives the chlorine necessary to change 
SbClI; to SbC1s. . 

Of course, the antimony is oxidized without actually combining with any 
oxygen, simply by having its valence changed. 

5 Jt will be observed in the above reactions that 1 atom of oxygen serves to 
change SbCl; to SbCls, that is, O corresponds to Sb. For convenience we may say 
O=Sb. Now, when ferrous iron is oxidized by permanganate, or anything else, to 
ferric iron, no matter what the actual iron salts happen to be, the oxygen required 
is precisely the same in amount as though FeO were changed to Fe.Os. This 
reaction is 2FeO, or, FexsO.+O=Fe.0;. This shows that every Fes requires 1 
oxygen, or O=2Fe. Thus we have O=Sb and O=2Fe, or, Sb=2Fe. Consider- 
ing the atomic weights, 120.2 parts of Sb =111.68 parts of Fe by weight. Accord- 
ingly, if 1 cc. of an oxidizing solution like permanganate has a certain value for 
iron, its value for antimony will be in accordance with the proportion 111.68 : 120.2 
=1:x. x=1.076. The proportion for oxalic acid or an oxalate may be similarly 
calculated from the oxygen ratios. 
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6. Decomposition of Oxidized Material—In a thin spun-iron 
crucible of about 60-cc. capacity melt about 8 grams of sodium hydrox- 
ide (2-3 in. of the stick hydroxide, broken into short pieces). Heat 
until the moisture is expelled and quiet fusion attained, and then allow 
to cool. It is a good plan to add a very small pinch of potassium 
nitrate to the melt just previous to cooling, to guard against any 
subsequent reduction of metal from the ore.! | 

Weigh 0.5 gram of the powdered ore, transfer it to the prepared 
crucible, cover with a very loosely fitting porcelain cover and fuse the 
mixture. Heat very cautiously at first until violent bubbling has 
ceased, and then with the full flame of a Bunsen burner until quiet 
fusion is attained. Remove the cover and pour the melt upon a clean 
iron plate, or other cold smooth surface. Invert an evaporating dish 
over the hot cake, to prevent loss in case the cake cracks violently 
apart on cooling. 

Set the crucible in a 4oo-cc. beaker containing 50 cc. of cold water. 
Cover the beaker and tip the crucible over with a glass rod, so as to 
admit the water, and add 40 cc. of strong hydrochloric acid. Warm 
the mixture and turn the crucible about with the glass rod until it 
appears clean. Remove and rinse the beaker cover, lift the crucible 
on the rod, and wash off the outside so as to permit handling with the 
fingers. Now rinse out the inside of the crucible. If any undissolved 
melt remains, dissolve it with a little hydrochloric acid and rinse into 
the beaker. Add the cooled melt and porcelain cover, and again 
cover the beaker. Warm until the cake has dissolved. Lift out the 
crucible cover with forceps, or by means of a bent iron wire passed 
through the loop, and wash it. 

As a rule the decomposition is perfect and eect goes into 
solution in the hydrochloric acid, even the silicic acid, except, perhaps, 
scales of iron oxide from the crucible, to which no attention need be 
paid. Barium might separate as sulphate, but this is easily distin- 
guishable from undecomposed ore. Now add 2-3 grams of tartaric 
acid,? and when it has dissolved, dilute sufficiently and filter if neces- 
sary, which is rarely the case. If gelatinous silica clogs the filter, a 
few drops of hydrofluoric acid will usually clear it. 

7. Treatment of Solution.—Having obtained a hydrochloric acid 
solution containing all the antimony, together with sufficient tartaric 
acid, dilute to about 300 cc. with hot water. Precipitate the antimony 
with hydrogen sulphide and then follow the directions given in 4 up 
to the point where the cold residue is obtained in the flask after the 
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sulphate fusion. From this point, proceed exactly as after the fusion 
of the ore by the previous method. 

8. Method for Hard Lead, etc.—In the absence of arsenic, treat 
0.5 gram of the alloy, which may be in moderately coarse particles, 
precisely as described for ores in 2, until the usual melt is obtained. 
When cold, add 50 cc. of hot water, 10 cc. of hydrochloric acid and 
about 3 grams of tartaric acid. Heat to effect solution and boil to 
expel any possible SOz. Now add 10 cc. more hydrochloric acid and 
cool completely, under the tap. Dilute to about. 140 cc. with cold 
water, and titrate with standard potassium permanganate solution 
to the usual pink tinge. Calculate the result, asin 4. Tin, lead and 
small amounts of copper and iron do not interfere. 

If arsenic is likely to be present, separate it just as described for 
ores in 2. An alloy containing a large amount of copper should be 
similarly treated. 


1 The sodium hydroxide contains an excess of water, which it does not give up 
until melted and heated to dull redness. . Unless this water were removed before 
adding the ore, there would be a large loss from spattering. Sodium peroxide 
does not have this defect, but, on the other hand, its high oxidizing power in 
many cases prevents or hinders complete decomposition of the ore. 

2 This is to prevent the precipitation of a basic salt of antimony when the 
solution is subsequently largely diluted. 


g. Another Method for Hard Lead, etc.—Treat 0.5 gram of the 
very finely divided alloy in an 8-oz. flask with a mixture of 5 cc. 
strong nitric acid, ro cc. of water, and 2-3 grams of tartaric acid.t 
Heat gently until solution is complete and then boil off most of the 
nitric acid. Add sufficient water (and more tartaric acid if the solu- 
tion becomes turbid) and pour the mixture slowly into a solution con- 
taining 20-25 grams of sodium monosulphide and 10 grams of sodium 
hydroxide in 300 cc. of water? Warm the mixture, allow the lead 
sulphide, etc., to settle, and filter, washing with water containing 
sodium sulphide. Make the filtrate slightly acid with dilute sul- 
phuric acid, allow the precipitated antimony sulphide to settle, and 
then filter and wash with dilute hydrogen sulphide water. Treat the 
antimony sulphide from this point as described in 4, or, if arsenic is 
likely to be present, proceed as follows: Rinse the precipitate from the 
filter as completely as possible, with a jet of hot water, into a 4oo-cc. 
beaker. Place the beaker and contents under the funnel and dis- 
solve the precipitate still adhering to the filter with a little warm 
ammonium sulphide solution. Make the mixture in the beaker just 
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acid with hydrochloric acid and then add to it just double its volume 
of strong hydrochloric acid? Warm the mixture slightly and stir 
until all the antimony sulphide has dissolved and then pass in hydro- 
gen sulphide to again precipitate any arsenic sulphide that may also 
have dissolved. Finally continue as described in 3 and 4. 


1 The tartaric acid is added to prevent the precipitation of a basic salt of anti- 
mony. 

2 Sodium monosulphide holds the antimony in solution, while the sulphides of 
lead, copper, etc., precipitate. The monosulphide is preferable to a polysulphide 
for this purpose, mainly because, when the filtrate is subsequently acidified, there 
is less separation of free sulphur. / 

3 In dilute acid solution both antimony and arsenic are precipitated by hydro- 
gen sulphide, but in a mixture of the strength here prescribed, 2 parts of strong 
hydrochloric acid to 1 of water (not counting the small amount of free sulphuric 
acid present), the antimony sulphide will redissolve on slight warming, while the 
arsenic sulphide should be unaffected. 


‘10. Rowell’s Method for Antimony in Ores and Alloys.*—The © 
following method is based on the reaction 


KBr03+3SbCl3+6HCI — 3SbCls+KBr+3H20. 


A method based on this reaction was first suggested by Gyory and 
modified by Nissensen and Siedler for testing hard leads. The present 
method is a modification of the latter. ~ 

Standard Arsenious Chloride Solution.—Into a 500-cc. graduated 
flask 0.8235 gram of pure powdered arsenious oxide, dried carefully 
at 100° C., is weighed. About 5 cc. of ro per cent sodium hydroxide 
solution are added, and the flask is shaken and gently warmed until 
the arsenic is completely dissolved; 5 cc. of strong hydrochloric acid 
are added and the solution is made up to the mark with water. Fifty 
cubic centimeters of this solution, equivalent to 0.10 gram of anti- 
mony,! are measured off with a pipette, the-delivery of which has been 
checked against the 500-cc. flask. A solution made in this way and 
kept in a well-stoppered bottle remains unchanged for a fortnight 
without oxidation. | 

The Indicator.—One-tenth of a gram of pure methyl orange is 
dissolved in too cc. of hot water. Drops of this indicator should be 
taken out with a tube to avoid the stain left about the neck of the 

* H. W. Rowell, Jour. Soc. Chem. Ind., XXV, 1181. 
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bottle, as this or an old solution is liable to leave a stain and spoil the 
sharp finish. Methyl blue and other methyl colors stable in hydro- 
chloric acid generally stain the solution, while indigo turns green 
toward the finish, and the end is not so easily distinguished as with 
methylorange. More of a solution of indigo is also required to produce 
a sufficient color, which makes the test a trifle higher. 

The Standard Potassium Bromate Solution is approximately 
N/2o0, and is made by dissolving 1.41 grams of the “ pure ”’ salt in 
1 liter of water. The theoretical quantity is 1.3918 grams, per liter? 
but the “ pure ” salt always contains bromide which, however, makes 
no difference to the test. ‘Fo standardize the solution, 20 cc. of strong 
hydrochloric acid are added to 50 cc. of the standard arsenic solution, 
and the mixture brought just to the boil. Thirty cubic centimeters 
of the bromate solution are then added, and the titration finished in 
exactly the same way as in the method below, all the precautions being 
observed. ‘The solution should be standardized every week, as it 
loses vaiue at the rate of about 2.5 cc. per liter per week. 

A one-fifth normal solution may be used for titrating larger quan- 
tities of antimony. | 

Bromine Solution.—Thirty-five cubic centimeters of pure bromine, 
thoroughly shaken up with 250 cc. of strong hydrochloric acid, makes 
a saturated solution, and leaves excess of bromine. The required 
quantity is conveniently measured by dipping in a pipette without any 
stem below the bulb and so allowing it to fill. 

Method of Analysis.—One gram of the finely divided ore or alloy, 
containing not more than o.15 gram of antimony, is weighed 
off into a 500-cc. beaker. ‘These quantities may be varied, provided 
that more of the substance can be conveniently dissolved, and that 
the amount of standard bromate solution required is within the com- 
pass of the burette used. To the sample, 25 cc. of concentrated hydro- 
chloric acid and 5 cc. of the saturated solution of bromine in hydro- 
chloric acid are added; the covered beaker is then placed on a warm 
iron plate, so that the temperature is not high enough to drive off the 
bromine before complete solution is effected, and occasionally shaken 
until complete solution takes place. 

Antimony oxides, and precipitates of mixed oxides of antimony 
and tin which do not dissolve readily in this way, may be fused with 
eight times their weight of caustic soda in a silver crucible at a dull- 
red heat, till the mass turns yellowish-green The fused mass is dis- 
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solved in as little water as possible and transferred to a 500-cc. beaker 
and the solution acidified with hydrochloric acid and evaporated 
down to 10 cc., when 20 cc. of hydrochloric acid are added. To 
reduce the antimony, 3 or 4 grams of fresh sodium sulphite crystals 
are added, the cover and sides of the beaker lightly rinsed down with 
water, and the liquid evaporated, with the cover on, to 10 cc. or a 
little less if possible. Although there seems to be little risk of the 
antimony oxidizing during the evaporation, the cover is better kept on, 
as it retards the evaporation very little and often saves a test when it, 
or one near it, spurts through evaporating too far. 

Sodium sulphite is better than sulphurous acid for effecting the 
reduction, as it raises the boiling-point considerably toward the finish 
and ensures complete volatilization of the arsenic. If more than 2 
or 3 per cent of arsenic are present, 20 cc. of strong hydrochloric acid 
and 5 cc. of saturated sulphurous acid are added, and the liquid boiled 
down again. — | 
_. To the concentrated solution, 20 cc. of strong hydrochloric acid 
and 4o cc. of hot water are added, the cover and sides of the beaker 
are rinsed, and the whole is boiled for one minute to remove traces of 
sulphurous acid. The standard solution of potassium bromate is 
now run in, to within a few cubic centimeters of the necessary amount, 
with constant and thorough stirring, and at the rate of 30 cc., at most, 
every fifty seconds.* If lead chloride begins to crystallize, the solu- 
tion must be boiled again, but otherwise twoxdrops of methyl orange 
solution are added, and the bromate run in drop by drop, till the color 
of the indicator is destroyed. ‘The solution should be kept at a min- 
imum temperature of 60° C., and should be thoroughly stirred during 
the titration so that a local excess of bromate never forms, otherwise 
some of its value is lost before it attacks the antimony. The result 

is calculated from the equation | 
(cc. of bromate required by 1 gram sample—blank) IO 


A : ——=per cent Sb.. 
cc. of bromate required by 50 cc. of arsenic solution 3 


A blank test should be made occasionally in exactly the same 
way as above, the sample being omitted, and the result (which should 
not exceed o.2 cc.) subtracted from each test. 

* A preliminary run on approximately half of the solution, to which methyl orange has 


been added at the outset, will indicate the approximate end-point. This titrated portion 
may then be added to the rest and the titration completed carefully, 
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Possible Sources of Error.—The most probable source of error 
is the incomplete removal of arsenic or sulphur dioxide. 

Oxidation need not be feared if the cover is kept on. The liquid 
must not be allowed to evaporate to dryness, as antimonious chloride 
begins to volatilize at about 195° C., and boils at 220° C. 

Lead, zinc, tin, silver, chromium and sulphuric acid have no 

effect upon the test, but large quantities of calcium and ammonium 
salts tend to make the result high. 
Tron tends to make the results high, but not in as great a ratio 
as copper. Iron is very slightly reduced by sulphurous acid in a 
strong hydrochloric acid solution, and if, before the sodium sulphite is 
added to a test, it is boiled down to as small volume as possible and 
made up again with cold, strong hydrochloric acid, the effect of iron 
is almost destroyed. With this precaution, 1 per cent of iron raises 
the test about 0.02 per cent, while 5 per cent has very little more 
effect. 

The Effect of Copper.—Copper is partially reduced by sulphurous 
acid in a strong hydrochloric acid solution, and, under the conditions 
of the method given, raises the test in a fairly constant ratio as shown 
by the following figures: 


Gram Sb. 
©.0cor gram of copper as cupric chloride in a blank test =0.0001 
0.005 gram of copper as cupric chloride in a blank test =0.0005. 
0.010 gram of copper as cupric chloride in a blank test =o.co12 


The quickest and most satisfactory way of obviating the effect 
of copper is to dissolve the substance in 15 cc. of nitric acid (1 : 2), 
evaporate just to dryness, and boil for a few minutes with 50 cc. 
of 1 per cent nitric acid; allow to settle and pour off the liquid through 
a fine filter. Add 30 cc. of 5 per cent solution of ammonium nitrate, 
boil again, and transfer all the precipitate to the filter, wash two or 
three times with a hot 5 per cent solution of ammonium nitrate, and 
dry the filter and precipitate. Separate the latter from the filter and 
fuse it and the filter ash together as directed above.* 

Perhaps as exact a way, when the copper amounts to about 1 
per cent, is to subtract o.o12 per cent of antimony for every 0.1 
per cent of copper, the copper being estimated by a separate colori- 
metric test.° 
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By the above method an estimation of antimony in antimonial 
lead can be carried out in one hour from the time of weighing. 


“~ 

1 As.O3 when oxidized, is changed to As,O;. Thus 2 atoms of oxygen are 
required for 2 atoms of arsenic. For convenience we may say As; =Okz, or, As =O. 

When antimony in the ous condition is oxidized, the amount of oxygen required, 
without regard to the actual combination in which the antimony may occur, 
whether chloride or otherwise, is the same as though the antimony existed as 
Sb.O; and were changed to Sb,O;. Sb.O3 requires O, to be changed to Sb.Os, 
or, Sb; =O and Sb =O. | 

Accordingly, as As=O and Sb=O, As=Sb. This means that 74.96 parts by 
weight of As are equivalent to 120.2 parts of Sb. 

Now 50 cc. of the arsenic solution contains 0.08235 gram of As,O3, equivalent 
to 0.06237 gram of As. The weight of Sb to which this is equivalent is therefore 
derived from the proportion 74.96 : 120.2 =0.0637:%. %*=0.10 gram. 

The original figure, 0.8235, is, of course, derived by working the above relations 
in the reverse direction. 

2’'The formula is KBrOs, the active constituent is oxygen and all of it is used 
in the reaction. ‘The hydrogen equivalent of O; is He; therefore, the amount of 
KBrO; corresponding to 1 gram-atom of hydrogen is % of its molecular weight, in 
grams, or, 27.836 grams. ‘This quantity, contained in 1 liter, gives the normal 
solution. The N/2o solution, then should contain 1.3918 grams per liter. 

3’'To avoid loss by spattering, observe the precautions described in 6. 

4’'The evaporation with dilute nitric acid converts the antimony into insoluble 
Sb,O3;, which is filtered off. The filtrate always contains a trace of antimony, which 
is less soluble in a solution containing ammonium nitrate. 

’ Weigh o.1 gram of pure copper, dissolve it in nitric acid and dilute the solution 
to 100 cc. One cubic centimeter =o.1 per cent copper, on the basis of 1 gram = 
Too per cent. 

Add an excess of ammonia to the titrated solution, so as to develop any blue 
color to be produced by copper. Mix and allow any precipitate to settle. 

Place some water in a similar beaker, run in a definite amount of the copper 
solution from a burette, make alkaline with ammonia and dilute the solution to 
the same bulk as that in the first beaker. By a succession of trials, match the 
color of the first beaker as closely as possible. Note the amount of copper solution 
required and calculate the per cent. ~ f 

‘ The above simple procedure is not expected to give a very exact result, but is 
probably quite sufficient for the purpose intended. 


CHAPTER VI 
ARSENIC 


For the technical determination of arsenic in ores and metallurgical 
products, I have found the following method to be perhaps the most 
generally applicable and reliable (also see 11): 

1. Method for Ores, etc.*—Treat 0.5 gram of the ore precisely as 
described for antimony in Antimony, 2 and 3. This will result in the 
arsenic being obtained on the filter as sulphide, the precipitate, flask 
_and delivery tube having been washed with the hydrochloric acid 
mixture to remove antimony. 

2. Using hydrogen sulphide water,t wash off the delivery tube 
into the flask and then set it aside temporarily. Now wash out the 
flask six or seven times with hydrogen sulphide water, pouring over 
the precipitate in the funnel and allowing the filter to drain completely 
between washes. This is to remove most of the hydrochloric acid. 
If a very little acid remains it willdonoharm. Reject the filtrate. 

Place the flask, which may still contain adhering sulphide, under 
the funnel. Warm about 15 cc. of a 5 per cent solution of sodium 
hydroxide in a small beaker or wash-bottle. Cleanse the delivery 
tube, held over the funnel, with a few drops of this and then continue 
to run the solution very slowly over the precipitate to dissolve it. 
Use as little as possible (perhaps 10 cc., but more if necessary). Dilute 
about 5 cc. of the hydroxide solution with about 50 cc. of hot water for 
washing. Wash the filter six or seven times with this, but endeavor 
not to get a bulky filtrate, as it has to be boiled away. 

Add to the solution in the flask about 2 grams of anhydrous sodium 
sulphate and 6-7 cc. of strong sulphuric acid.!_ Support the flask over 
a small free flame and boil down to small bulk; then, with the flask in 
a holder, run down to a melt, over a strong flame, as in the original 
decomposition, using the same precautions in the heating and cooling. 

Any small amount of hydrochloric acid present is expelled during 

* A. H. Low, Jour. Am. Chem. Soc., XXVIII, 1715. Modified. 
t It is best to have this slightly acidulated with acetic acid, 
35 
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the heating before the arsenious sulphide is decomposed, and there- 
fore causes no loss of arsenic by volatilization as chloride. 

Add 50 cc. of hot water to the cold residue in the flask, heat to 
effect solution and then boil for a short time to expel any possible SOz. 
Now add 50 cc. of cold water and cool under the tap, to room tempera- 
ture. Add a few drops of phenolphthalein solution as indicator and 
make slightly alkaline with 20 per cent sodium hydroxide solution, 
then reacidify slightly with hydrochloric acid. Cool again, if at all 
warm. To the cold, slightly acid solution, add 3-4 grams, or an excess, 
of sodium acid carbonate ? and then a little starch solution. Titrate 
with standard iodine solution to a permanent blue tinge. When 
the end of the titration is near, the color produced by the iodine will 
fade slowly after each addition of a drop. Proceed cautiously at this 
point until the addition of a single drop produces a permanent blue 
tinge. Multiply the cubic centimeters of iodine solution used by the 
percentage value of 1 cc. in arsenic to obtain the result. 

3. Standard Iodine Solution.—With 0.5 gram of ore taken for the 
determination, a convenient strength for the iodine solution is 1 cc. = 
about 0.5 per cent As. 

Dissolve 15 grams of potassium iodide and 8.5 grams of iodine 
in 20 cc. of water, and make up to 1 liter. 

Standardize as follows: Weigh accurately about 0.130 gram of 
pure, dry, powdered arsenious oxide into an 8-oz. flask and dissolve 
by warming with 1o cc. of 5 per cent potassium hydroxide solution. 
Dilute to about 125 cc. with cold water, add a few drops of phenol- 
phthalein solution, and make slightly acid with hydrochloric acid. 
Cool completely, under the tap. Add 3-4 grams, or an excess, of 
sodium acid carbonate, then a little starch solution and titrate with 
the iodine solution to a permanent blue tinge. 

Multiply the weight of As2O3 taken, by 0.7577, to find the equiva- 
lent weight of As. Convert this to percentage value on the half- 
gram basis (about 22 per cent) and divide this by the number of cubic 
centimeters used. This gives the percentage value of 1 cc. of the iodine 
solution in arsenic. | 


1 The arsenic is already in the ous condition, as required for the subsequent 
titration; therefore no reducing agent, such as a piece of filter-paper, is necessary. 
In any event, the free sulphur present after acidification would serve as a a suinicient 
reducing agent. 

2 Before the sodium acid carbonate is added, the solution contains a slight 
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excess of hydrochloric acid. The sodium salt neutralizes this, leaving the solution 
aicd with only CO, together with an excess of the acid carbonate. The reaction 
during the titration may be expressed as follows: 


H;AsO;+I:+H.0 = H;AsO.+ 2HI. 


The reaction is reversible, the presence of hydrochloric or hydriodic acid tending 
to make it proceed from right to left. ‘The excess of sodium acid carbonate, which 
is otherwise without effect, neutralizes the hydriodic acid as fast as it is formed, so 
that the reaction proceeds completely from left to right. Free alkali is not per- 
missible, as it causes reactions with the iodine. 

’ The above reaction shows that As corresponds to I3; that i is, 74.96 parts by 
weight of As=253.84 parts of I. If 1 cc. of the iodine solution contains 0.0085 
gram of iodine, we have the proportion 74.96 : 253.84=%:0.0085. This gives 
%=0.00251 gram, the value of 1 cc. in arsenic, or, about 0.5 per cent. on the half- 
gram basic. 


4. Method for Lead, Copper, Alloys, etc.—It will frequently suf- 
fice to take 0.5 gram of the finely divided material and treat it just as 
described for ores. Or, the method described in ANTIMONY, 9 may be 
followed, until the arsenious sulphide, free from antimony, is obtained 
on the filter. From this point follow the directions given in 2. 

5. Pearce’s Method Modified.*—Thoroughly mix 0.5 gram of the 
finely ground ore in a platinum dish or large porcelain crucible, with 
5 grams of a mixture of equal parts of dry sodium carbonate and 
potassium nitrate. It is a good plan to reserve a portion of the mixed 
salts for use as a cover. Heat the mass gradually over a Bunsen 
burner to complete fusion. It is best to use a very low flame at first 


and take plenty of time, so that the mixed salts will melt and soak _ 


through the mass before much decomposition occurs; in this way loss 
of arsenic is prevented with some ores that tend to lose arsenic by 
volatilization. Finally, heat to the full power of the Bunsen burner 
until thorough decomposition is effected. Prolonged heating over a 
blast-lamp is sometimes necessary, especially with oxidized ores con- 
taining lead. 

6. The melted mass should finally present a smooth and homo- 
geneous appearance if the dish or crucible is taken up in the tongs 
and given a circular movement. Cool, extract the soluble portion 
by heating with water until thoroughly disintegrated, and then filter 
and wash the residue with cold water. Receive the filtrate in an 


* This method was originally developed by Dr. Pearce and the author in the laboratory 
of the Boston and Colorado Smelting Works, at Argo, Colorado. 
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8-oz. flask. Drop a bit of litmus paper into the flask and then add 
nitric acid carefully until the solution is plainly acid, simply avoiding 
a large excess, but if a precipitate has formed always add enough acid 
to dissolve it. Now add a sufficient quantity, as explained below, of a 
solution of silver nitrate, which will usually cause a white precipitate 
of silver chloride, and then cautiously add ammonia until, if arsenic 
be present, a reddish precipitate of silver arsenate appears. If too 
‘much ammonia be added, the precipitate first formed will redissolve 
and may not be observed at all. In this case the bit of litmus paper 
in the liquid will show an alkaline reaction. Now cautiously add nitric 
acid (best dilute) until the red precipitate just redissolves or the litmus 
paper shows a slight acid reaction. To the faintly acid liquid add a 
few cubic centimeters of a strong solution of sodium acetate or 1 or 2 
grams of the crystals. This will effect a replacement of the free nitric 
acid, with acetic acid, and all the arsenic will be at once precipitated 
as silver arsenate, AgsAsO.. 

In order to avoid an unnecessarily large excess of silver nitrate, 
it is best to make up a solution containing, say, 17 grams in 500 cc. 
and use a definite amount. One cubic centimeter of a solution of this 
strength will precipitate approximately 0.005 gram of arsenic, or 1 
per cent if o.5 gram of ore is taken for assay. Thus 10 cc. will be an 
excess In most cases.* 

Heat the precipitated mixture to boiling and ea cool to room 
temperature, allowing the precipitate to settle somewhat, and filter. 
If the first portions run through turbid, return them to the filter once 
more. ‘Test the filtrate with a little more silver nitrate and sodium 
acetate. Wash the precipitate with cold water until a portion of the 
washings shows only a faint cloud when tested for silver with a soluble 
chloride. 

Now place the original flask under the funnel and dissolve the 
arsenate on the filter with cold dilute (1,: 1) nitric acid; 5 or 10 cc. 
will usually suffice. Wash the filter thoroughly with cold water. 
A white residue of silver chloride usually remains undissolved. Dilute 
the filtrate, if necessary, to about 100 cc., add about 5 cc. of a strong 
solution of ammonio-ferric alum, and titrate to a permanent red tinge 
with a solution of ammonium thiocyanate (Volhard), shaking well, 
especially at the end, to break up the clots of precipitate and free any 


* It is best to use at least 10 cc. in every case, as smal] amounts of arsenic may entirely 
fail to precipitate unless a considerable excess of silver nitrate be added, 
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solution held mechanically. Multiply the number of cubic centi- 
meters required, by the arsenic value of 1 cc. to obtain the amount of 
arsenic in the ore. = 

7. If the thiocyanate solution contains 7.612 grams of NH4SCN 
per liter, 1 cc. will equal 0.0025 gram, oro.5 per cent, of arsenic. It 
should be standardized carefully, either against pure silver or silver 
nitrate, which contains 63.51 per cent of silver. Weigh accurately 
about 0.5 gram of pure silver, dissolve in a little nitric acid, and dilute 
to about too cc. or, instead, weigh about 0.8 gram of silver nitrate and 
dissolve in 100 cc. of water acidified slightly with nitric acid. In 
either case add a few cubic centimeters of a strong solution of ammonio- 
ferric alum (acidified with a little nitric acid) as an indicator, and | 
titrate to a faint-red tinge with the thiocyanate solution as described 
above. From the number of cubic centimeters required and the 
weight of silver taken, determine the value of 1 cc. in silver. The 
formula of the red precipitate, AgsAsO4, shows that 323.64 parts of 
silver represent 74.96 parts of arsenic, and, accordingly, the arsenic 
value of 1 cc. of the thiocyanate solution is easily deduced from the © 
silver value by proportion.? 

8. In testing heavy sulphide ores there is some danger of a loss of 
arsenic by volatilization during the deflagration. To avoid this 
proceed as follows: Cover the dish containing the weighed ore with a 
watch-glass. Add a little nitric acid and then heat gently, with the 
cover on, to complete dryness. The dish may be placed above a small 
free flame and the heat increased at the end. Allow to cool, loosen 
any spatterings on the cover with a moistened rubber-tipped glass rod, 
and rinse them into the dish with as little water as possible. It is 
usually unnecessary to evaporate off this water if the amount is small. 
Add the 5 grams of nitrate mixture, heat cautiously to dryness, and 
then fuse and proceed as usual. 


1 When NH.SCN precipitates silver, the precipitate formed is AgSCN; that 
is, 1 molecule of NH.SCN is required for each atom of silver. This may be 
expressed as NH.«SCN = Ag, or, in grams, 76.113 grams of NH4SCN =107.88 grams 
of Ag, from the molecular and atomic weights respectively. 

Now the red precipitate of silver arsenate, AgsAsOu, containing all the silver 
that is to be titrated, shows that every As is represented by Ag;. Ag;=(NH.SCN); 
therefore, As=(NH.SCN);, or, 74.96 parts by weight of As=228.34 parts of 
NH.SCN. Thus we obtain the proportion, 228.34: 74.96=%x:0.0025. x= 
0.007612. This means that 1 cc. of the thiocyanate must contain 0.co76 grams of 
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the salt, if it is to equal 0.0025 gram, or o.5 per cent of arsenic, of 7.612 grams per 
liter. 
2 324.64 : 74.96 =Ag value found : As value required. 


“~ 


9. Sodium Carbonate and Zinc Oxide Method for Ores, etc.*— 
Thoroughly mix 1 part of dry sodium carbonate and 4 parts of zinc 
oxide. Weigh 0.5 gram of the ore into a platinum dish and intimately 
mix it with 3 grams of the above mixture, then cover with 2 grams 
more. Partially cover the dish with a thin piece of asbestos board, so 
as to keep in the heat, and heat over a Bunsen burner to bright redness 
for about twenty minutes. An uncovered porcelain dish may be used, 
similarly heated in a muffle. Allow to cool and transfer the mass to 
a suitable beaker, rinsing out the dish with hot water and making up 
the bulk in the beaker to about 50 cc. Heat the mixture to boiling, 
stirring well, and filter, washing thoroughly with hot water.f Receive 
the filtrate in an 8-oz. flask. Drop a small bit of litmus paper into 
the solution as an indicator and then make slightly acid with acetic 
acid. Now add an excess of silver nitrate solution, as described in 6, 
_ and agitate the mixture occasionally for a few minutes without heating. 
Filter the silver arsenate, refiltering if any runs through, and finish 
the determination as described in 6. 

Note.—For an arsenic determination, where antimony is not also 
required, this method is shorter and simpler than either of those 
previously described, but I have found it inapplicable to oxidized 
ores containing much lead, as some of the arsenic always combines 
with the lead and fails to be extracted. A determination can easily 
be made in about fifty minutes. The following test indicates that 
antimony does not interefere: 

An oxidized ore treated by my own methods gave 


BA TSENIC! enue “etnies eke De ee 2 Set oe 9.365 per cent 
ADUITIONYeuk ci tacee tan ee Reon cer Od ec SOLE 


In trying the above method with this ore, 0.5 gram was weighed 
into a platinum dish and 0.1 gram of SbeO3 added. This was equiva- 
lent to increasing the antimony contents of the ore to about 17 per 
cent. Two grams of the zinc oxide mixture were intimately mixed 
with the above and about a gram more was used as a cover. The 


*'W. C. Ebaugh and C. B. Sprague, Jour. Am. Chem. Soc. XXIX, 1475. 
{ The arsenic is in the form of soluble sodium arsenate. 
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dish and contents were kept at a bright red heat over a Bunsen burner 
for fifteen minutes and the assay then finished as described. Found, 
arsenic 9.365 per cent, exactly checking my result by the other method. 

to. Method of L. L. Krieckhaus.*—Decompose 0.5 gram of the 
ore with the zinc oxide mixture precisely as described ing. Receive 
the filtrate in an 8-oz. flask and boil it down to 5o cc. After cooling, 
add so cc. of strong hydrochloric acid and again cool. Now add to cc. 
of a 20 per cent potassium iodide solution (the solid salt would fail to 
dissolve properly in the strong acid) and allow a minute for the reac- 
tion to become complete, as follows: 


H3AsO.+ 2HI @ H3AsO3+H20-+ Io. 


This reaction can be made to go completely in either direction, accord- 
ing to the conditions.= In the strongly acid solution prescribed, it pro- 
ceeds from left to right. Now add about roo cc. of cold water and 
titrate to complete decolorization with a standard solution of sodium 
thiosulphate. No indicator is required, as the end-point is easily 
observed. The thiosulphate solution used in the iodide method 
for copper (COPPER, 1) may be employed. The copper value multi- 
plied by 0.59 will give the arsenic value.! 

When the solution of the sintered mass, after the decouneonteen! 
is colored green or pink by manganese, add 5 cc. of alcohol or hydrogen 
peroxide and boil to precipitate the manganese before filtration. 
Chromium, if present, interferes as in the Pearce method. Phos- 
phorus does not. 

I have found this an excellent method. The treatment of the fil- 
trate is simpler than the procedure of Sprague and Ebaugh, and the 
result quite as accurate. There is the same objection to both methods, 
however, and that is the difficulty of decomposing oxidized lead ores 
so as to form a soluble alkali arsenate. Acting on Krieckhaus’ idea, 
I have devised the following method, which appears to overcome this 
objection and be suitable in all cases, although I have not had the 
opportunity, as yet, of making many comparative tests. 

11. Author’s Zinc Oxide Method.—Prepare a mixture of 1 part 
sodium carbonate, 1 part potassium nitrate, and 2 parts zinc oxide. 
To o.5 gram of the ore in a platinum dish add 5 grams of this mixture, 
and grind intimately together with an agate pestle. Heat the dish 


* Eng. and Min. Jour., Vol. 90, 357. 
+ E. W. Washburn, Jour. Am. Chem, Soc., XXX, 31. (Cf. Note 2 to ARSENIC, 2.) 
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and contents gradually to dull redness, then to bright redness for per- 
haps ten minutes. Ifa Bunsen burner is used, nearly cover the dish 
with a piece of thin asbestos board to prevent radiation. A porcelain 
crucible and muffle heating may be employed if desired. Cool, dis- 
integrate the sintered mass with hot water and filter, washing the 
residue on the filter six or seven times with hot water. Receive the 
filtrate in an 8-oz. flask. Add to the filtrate 6 cc. of strong sulphuric 
acid (this should be an ample excess) and boil to strong sulphutic acid 
fumes. The final heating is best done over a free flame. Allow to 
cool, add 50 cc. of water, heat, if necessary, to effect solution, cool 
again, and add 50 cc. of strong hydrochloric acid. Once more cool 
the slightly warm solution, add 4 cc. of a 50 per cent solution of potas- 
sium iodide (this is the usual solution for the iodide method for copper), 
mix and allow to stand about a minute. Now add too cc. of cold 
water and titrate with sodium thiosulphate solution as in 10. It is 
best to run a blank and deduct for the drop or so of thiosulphate 
required. Chromium and phosphorus do not interfere, nor does 
any small amount of manganese that may pass in solution through 
the filter. 


1Tn the reaction with copper, shown in COPPER, 2, it will be observed that 2 
atoms of copper set free 2 atoms of iodine, which are titrated. That is, Cue=Ih, or, 


(Cust. 


In the Krieckhaus method, the reaction given shows that for every atom of 
arsenic, 2 atoms of iodine are set free to be titrated. That is As=I. 

If Cup =I, and As=Ik, then Cu, = As, or, with reference to the atomic weights, 
127.14 parts by weight of Cu=74.96 parts of As. This gives 1 part of Cu=o0.5899 
parts of As. The figure 0.59, given in the text, is usually sufficiently accurate. 

The same figure can be obtained without reference to the reactions quoted, 
except in a general way. Cupric copper is reduced to cuprous and arsenic in the 7c 
condition is reduced to the ous condition. The relations between copper and 
arsenic are precisely the same as though we simply considered the oxides. 2CuO, 
or, Cuz0O2=Cu,0+0O. We may then say, for simplicity, Cu, =O. 

As.Os=As,03+O:2. ‘This gives, in the same way, Ase=Oz, or, ASs=O. We now 
have Cu=O and As=O, therefore, Cuz=As, which is the same relation we ob- 
tained above. 

This simple method of reasoning is of general application in volumetric analysis. 
If we know what happens to the constituents under consideration, the writing out 
of extended reactions is unnecessary, 


CHAPTER VII 
BARIUM 


1. Method for Ores.—Decompose 0.5 gram of the ore in a 4-oz. 
Erlenmeyer flask, or a covered beaker, by one of the methods described 
for Insoluble Residue (xxiv), according to its nature. When solution 
is as complete as possible, add a few drops of strong sulphuric acid to 
make sure that all the barium will be rendered insoluble. Dilute the 
mixture with about 50 cc. of water, heat to boiling, and filter, washing 
with hot water. If the ore contains lead, add about 5 grams of 
ammonium chloride before boiling and filtering, in order to retain it 
all in solution.! Place the filter and insoluble residue containing the 
barium in a platinum dish or crucible and ignite to burn off the filter- 
paper. Mix the cold residue with 3-5 grams of mixed sodium and 
potassium carbonates? and fuse for a short time to convert the barium 
to carbonate. After cooling, heat the melt with water until disin- 
tegration is complete. Ifa platinum dish has been used it will prob- 
ably hold sufficient water for the purpose; a platinum crucible may 
be placed in water in a beaker. Filter, washing with dilute ammonia 
water? until sulphates are all removed. If desired, the filtrate may be 
tested from time to time by collecting a portion in a test-tube, slightly 
acidifying with hydrochloric acid, then adding a little barium chloride 
solution and warming. When no white precipitate of barium sul- 
phate forms the washing is sufficiently complete. 

Rinse the more or less impure barium carbonate on the filter, as 
completely as possible, into a small beaker. Some barium carbonate 
will still remain on the filter, and there may also be a little adhering 
in the dish or crucible used for the fusion. Dissolve the latter in 5 cc. 
of strong hydrochloric acid and then transfer this to the beaker con- 
taining the bulk of the carbonate, covering at once with a watch-glass 
to avoid loss by spattering. Warm the solution, wash off the cover 
and remove it and then pour the liquid through the filter last used, so 
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as to dissolve whatever barium carbonate was left there. Wash 
beaker and filter with hot water and receive the filtrate in a large beaker. 
- Dilute to about 300 cc., heat nearly to boling, and add about 3 cc. of 
strong sulphuric acid diluted with sufficient water to prevent violent 
action. Cover the beaker, boil a short time, and then allow to stand 
until cold, or, best, over night, to insure the complete precipitation of 
the barium sulphate. Finally filter through a double paper and wash 
well with hot water. The precipitate is very fine and is liable to run 
through. The best Swedish or German filters usually give no trouble. 
It is safest to decant carefully through the filter without disturbing 
the precipitate in the bottom until most of the clear liquid is gone, then 
remove the beaker containing the filtrate and replace it with another, 
so that if the barium sulphate runs through there will be less liquid to 
refilter. Always rub out the beaker with a rubber-tipped glass rod. 
The combined filtrate and washings should be allowed to stand, hot, 
for a while longer, until it is certain that the precipitation is complete. 
The moist precipitate and filter may be ignited together over a Bunsen 
burner in a weighed platinum or porcelain crucible. The strong heat 
of a blast-lamp should not be employed. The carbonaceous matter 
of the filter may reduce some of the barium sulphate to sulphide, but 
ignition with free access of air will easily effect reoxidation. The 
ignited barium sulphate should be perfectly white. The weight of the 
BaSOx4 multiplied by 0.657 will give the pee ene weight of BaO, 
if the latter is required.* 

In rapid technical work it is usually sufficient to ignite the barium 
sulphate in a small clay “ annealing-cup,” and, when cold, shake and 
brush it from the cup to the scale-pan for weighing. 

In smelter practice the barium is usually required to be reported 
as sulphate, and all the barium in the ore is considered as existing as 
sulphate. 

2. Short Method.—The following method, though not so reliable, 
will frequently serve for technical purposes: 

Having obtained the insoluble residue, including the barium sul- 
phate as above, ignite it in a small platinum dish to burn off the filter 
paper, and then, after cooling, add a few cubic centimeters each of 
strong hydrochloric and hydrofluoric acids, in the order named, and 
evaporate on the water-bath nearly or quite to dryness. It is best to 
repeat the operation to insure the complete expulsion of the silicic 
acid. Finally, take up in hydrochloric acid, dilute with hot water, 
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and filter. Wash the residue well with hot water and then ignite and 
weigh as BaSOs as described above. | 

3. Filtering Barium Sulphate.—I have found it advisable, even 
with the best papers, to use a double filter. 


1The ammonium chloride forms a soluble double salt with the lead sulphate. 
_2 The mixed carbonates are used simply because the mixture fuses more easily 

than either of the single salts. _Na,CO;+BaSO; — BaCO;+NasSOu. 

8 Barium carbonate is less soluble in water containing ammonia than in pure 
water. 

* Molecular weight of BaSO, is 233.43, that of BaO is 153.37. 153.37/233.43 
=0.657. 

6 Hydrofluoric acid decomposes silicates, dissolving the silica, which subse- 
quently volatilizes as silicon fluoride, SiFs. 


CHAPTER VIII 
BISMUTH 


1. Method for Ores, etc.—Treat 0.5 gram of the finely ground ore 
in an 8-oz. flask with 6-10 cc. of strong nitric acid, and boil gently, 
nearly to dryness. Add 10 cc. of strong hydrochloric acid, or more if 
necessary, and warm until solution is as complete as possible. Remove 
from the heat and add (cautiously) 8 cc. of strong sulphuric acid. 
With the flask in a holder, boil over a free flame to strong sulphuric 
acid fumes. Allow to cool. : 

Add. 25 cc. of water and boil gently for a short time to insure 
solution of all the bismuth sulphate, then cool under the tap and 
filter, washing with dilute (1 : 10) sulphuric acid. Do not allow to 
stand long before filtering, or some basic bismuth sulphate may sep- 
arate. 

Dilute the filtrate with about 25 cc. of water and pass in hydrogen 
sulphide to saturation. Bismuth, copper, arsenic, antimony, etc., 
are precipitated as sulphides. Filter, washing with hydrogen sul- 
phide water. . “thei 

Rinse the precipitate as completely as possible into a beaker, add 
3-4 grams of pure potassium cyanide and warm gently for some time. 
Bismuth sulphide will remain undissolved, also cadmium sulphide, if 
present, and any lead (as sulphide) that may not have been removed 
as sulphate. 

Filter through the same filter as before, in order to act upon the 
traces of sulphides that could not be washed into the beaker. Wash 
with hot water. | 

Spread out the filter on a watch-glass and rinse off the sulphides’ 
into a beaker with hot water. To any adhering residue on the filter 
add a little dilute (1 : 2) nitric acid and warm until dissolved, then 
rinse into the main portion. Add a little strong nitric acid to the mix- 
ture in the beaker, if apparently necessary, and warm until the bis- 
muth is all in solution and the separated sulphur is clean. Dilute 
somewhat and then filter, washing thoroughly with 1 : 2 nitric acid. 
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Dilute the filtrate, contained in a large beaker, to about 300 cc. and 
heat to boiling. Remove from the heat, and, to the hot solution, add 
dilute ammonia (one-third strong ammonia and two-thirds water) 
very cautiously, finally drop by drop, until the free acid is neutralized 

and the liquid remains faintly opalescent. There should not be a 
visible precipitate, but just a faint cloudiness. - If the amount of bis- 
muth is very small, this point may be difficult to observe, in which case 
drop in a bit of litmus paper, and, working with dilute nitric acid and 
dilute ammonia, make the solution just faintly alkaline. Now add 
t cc. of dilute hydrochloric acid (1 : 3). The opalescent mixture will 
clear for an instant, and then, with an appreciable amount of bismuth 
present, a white crystalline precipitate of bismuth oxychloride, 
BiOCl, will form. : 

Maintain the liquid hot, but not boiling, for about an hour, to 
allow the precipitate to separate and settle; then filter on a weighed 
Gooch filter and wash thoroughly with hot water. 

Dry the residue at 100° C. to constant weight. Multiply the 
weight by BiOCl found, by o. conn to obtain the weight of the bis- 
muth.! 

2. Instead of precipitating the bismuth as basic chloride, it may, 
in the absence of lead and cadmium, be precipitated as basic car- 
bonate, as follows? 

Partially neutralize the filtrate from the onion of the bismuth 
sulphide in nitric acid, with ammonia, but without producing any 
permanent precipitate, then add a solution of ammonium carbonate in 
slight excess and heat to boiling. Maintain at a nearly boiling tem- 
perature for some time, until the bismuth carbonate has settled well; 
then filter, washing well with hot water. 

Dry the precipitate and transfer it as completely as possible from 
the paper to a small weighed porcelain crucible. Burn the paper 
carefully and add the ash to the precipitate in the crucible. Ignite 
the whole at a low red heat, cool, and weigh as BizO3. Multiply the 
weight found by 0.8966 to obtain the weight of the bismuth? | 

A better procedure, if the amount of the precipitate is small, is to 
dissolve it on the filter with hot dilute nitric acid, receiving the filtrate 
in a weighed platinum dish. Evaporate the filtrate to dryness, then 
ignite, gently at first, but finally to bright redness. Weigh as BigOs, as 
before. 

Also, if the precipitate is large in amount, most of it may, after 


48 _ BISMUTH 


drying, be removed to a watch-glass. Dissolve what still adheres to 
the filter as just described, and evaporate. the solution to dryness. 
Now add the main portion of the precipitate and ignite as before. 

The oxidation of the bismuth sulphide by nitric acid*may produce 
some bismuth sulphate, which would cause a slight contamination of 
the basic bismuth carbonate with basic sulphate, and the latter would 
fail to be converted to oxide on ignition. The error thus introduced 
is ordinarily sufficiently small to be negligible in technical work. 


1The molecular weight of BiOCl is 259.46. The atomic weight of the con- 
tained Bi is 208. This gives the ratio 208/259.46 =0.8017. 

2 The formula for basic bismuth carbonate is given as (BiO),CO;+3H.O. | 

3 The molecular weight of Bi,O; is 464. The atomic weight of Bi being 208, 
the two atoms contained in the oxide weigh 416. This gives the ratio 416/464 = 
0.8966. 


-3. Electrolytic Method for Ores.—The deposition of an adherent 
coating of bismuth on a cathode of the size herein described, and under 
the conditions named, requires that not much more than 0.03 gram of 
bismuth shall be present. This may be regulated either by the amount 
of ore taken for assay or by taking only a portion of the final solution 
of bismuth for electrolysis. The quantity of bismuth present in an 
ore may be roughly judged by the bulk of the BiS precipitate. 

Take 0.5 gram of ore and proceed precisely as described above (1) 
until the separated bismuth sulphide has been dissolved in dilute 
nitric acid and the solution filtered, the filtrate being received in an 
8-oz. flask. Now add 6-7 cc. of strong sulphuric. acid and boil to 
white fumes over a free flame. Cool, dilute with 25 cc. of water, and 
boil gently until all the bismuth sulphate is dissolved. No appreciable 
amount of lead sulphate should be found. Cool, transfer to the proper 
beaker, and dilute to 100 cc. with cold-water. Thé solution is now 
ready for electrolysis. The beaker and electrodes may be the same 
as used for copper, as follows. (See chapter on ELECTROLYSIS.) 

Beaker.—Diameter, about 5 cm.;; height, about 8-9 cm. Havea 
mark at the 1oo-cc. point. 

Electrodes ——The cathode is a platinum cylinder 5 cm. long and 
2.5 cm. in diameter. This gives a total surface of about 78.5 sq. cm. 
With a current of 0.6 ampere, ND100 =0.76. The weight of this elec- 
trode is about 12.5 grams. 
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The anode is a stout platinum wire with a flat spiral base, the 
straight portion of the wire rising out of the center of the base at right 
angles. Its weight is about 8.5 grams. In use the anode is placed 
within the cathode with the base a little below the lower edge of the 
cylinder. 

Arrange the weighed electrodes in the beaker so that the top of the 
cylinder projects a little above the surface of the liquid and cover 
the beaker with the two halves of a split watch-glass. Electrolyze 
with a current of 0.6-o.7 ampere; electrode tension about 2.7-3 volts. 
In 13 hours remove and weigh the cathode. To do this, disconnect 
and lift it from the beaker, at the same time washing it with a gentle 
stream of water, and then immerse it in a beaker of water. Lift it 
from this, wash off the water with alcohol, dry at 100° C., cool, and 
weigh. Now dissolve off the bismuth with nitric acid and ignite and 
weigh once more, and then replace in beaker and electrolyze for another 
half hour, when both electrodes may be removed and weighed. A 
slight deposit of BizOs is usually found on the anode. Calculate this 
to Bi and add the weight to that of the cathode deposit. It is well 
to again clean and replace the electrodes and electrolyze for a while 
longer to be sure of obtaining the last traces of bismuth. . Finally, 
test the exhausted solution with hydrogen sulphide water. 

4. In case the bulk of the bismuth sulphide indicates more than 
6 per cent bismuth in the ore, proceed as follows: Dilute the filtered 
nitric acid solution of the bismuth sulphide to 250 cc., adding more 
acid if a basic salt begins to separate, and then continue the analysis 
with a suitable aliquot portion. If the percentage of bismuth is . 
approximately known the proper amount of ore may be taken at the 
outset. ; 

5. Bismuth in Refined Lead.*—Dissolve 25 grams of the lead, best 
rolled or hammered out thin and cut into small pieces, in a mixture of 
250 cc. of water and 40 cc. of nitric acid of 1.42 sp. gr., using a large 
covered beaker. Warm gently until all the lead is dissolved, then 
remove the beaker from the heat and to the hot solution add dilute 
ammonia (4 strong ammonia and # water), very cautiously, finally 
drop by drop, until the free acid is neutralized and the liquid remains 
faintly opalescent. There should not be a visible precipitate but just a 
faint cloudiness. Now add 1 cc. of dilute hydrochloric acid (1 : 3). 
The solution will clear for an instant and then, if any considerable 

* Ledoux & Co. 
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amount of bismuth is present, a crystalline precipitate of bismuth 
oxychloride will form. Again place the beaker over the heat so the 
liquid will keep hot but not boil. In an hour the bismuth oxychloride, 
together with a little lead, will have settled. Filter off the precipitate 
and wash it once or twice with boiling water. In addition to bismuth 
and lead, the precipitate may contain some antimony, if any appre- 
ciable quantity of the latter is present in the sample. Dissolve the 
precipitate on the filter in a small quantity of hot dilute hydrohcloric 
acid (1 : 3), wash the filter with hot water and dilute the filtrate with 
water, taking care not to make the liquid'so dilute as to cause a precip- 
itation of the bismuth as basic chloride. Pass hydrogen sulphide into 
the liquid to precipitate all the bismuth, lead, and antimony as sul- 
phides, filter, wash once with water and twice with warm ammonium 
sulphide to dissolve the antimony sulphide, and then, after washing 
once more with water, dissolve the precipitate of bismuth and lead 
sulphides by placing filter and contents in a small beaker and heating 
with dilute nitric acid (1: 4). Boil so as to thoroughly disintegrate 
the filter-paper and then dilute somewhat with hot water, and filter. 
Wash the filter well, first with a little warm dilute nitric acid (1 : 4) 
and then with hot water. Partially neutralize the nitric acid in the 
filtrate with ammonia, dilute with warm water to a volume of about 
300 cc., and then complete the neutralization and add 1 cc. of dilute 
hydrochloric acid as described above for the original precipitation. 
The bismuth will now come down as basic chloride free from lead. 
Filter on a weighed filter or Gooch crucible, wash well with hot water, 
dry at 100° C., and weigh as BiOCl. This weight multiplied by 0.8017 
will give that of the bismuth. : 

6. In the absence of appreciable amounts of antiniony the precip- 
itation by hydrogen sulphide and subsequent washing with ammo- 
nium sulphide may be omitted, as only a small portion of whatever 
antimony is present is precipitated with’ the bismuth. In this case 
the first precipitate, containing the bismuth and a little lead, may be 
at once redissolved on the filter with warm dilute nitric acid (z : 4) 
and the precipitation repeated on the filtrate as described. Copper, 
silver, arsenic, and such amounts of iron as occur in refined lead to not 
INCELLEe. 12 7 a 

7. Bismuth in Lead “ Bullion.’—The determination of bismuth 
in impure lead or lead bullion may be carried out on the same lines as 
described for refined lead. From 10 to 25 grams may be taken, 
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according to the presumed or known nature of the material. Anti- 
mony may usually be assumed to be present. Proceed with the deter- 
mination precisely as described for refined lead (5) up to the point 
where the bismuth, lead, and antimony sulphides are dissolved in hot 
dilute nitric acid. Now, instead of finishing the analysis as described, 
it is best to repeat the whole series of operations once more. In this 
way the impurities are more certain to be removed and the BiOCl 
weighed pure. 

8. Eakins’s Method for Bismuth in Refined Lead.*—In this 
method for the determination of bismuth in refined lead and lead 
bullion the bulk of the lead is removed at the outset by precipitation 
as sulphate from the nitric acid solution. In my laboratory this 
method has uniformly given low results as compared to those obtained 
by the method of Ledoux & Co., some of the bismuth apparently being 
precipitated with the lead. A description of the method is therefore 
omitted. 

9. Volumetric Method for Ores.—The following scheme is based 
on Miller and Frank’s modification of Riderer’s method. t+ | 

Weigh o.5 gram of the ore and proceed as in (1) until the washed 
sulphides of bismuth, etc., are obtained on the filter. Place filter and 
precipitate in an 8-oz. flask and heat with 5-10 cc. of 1 : 1 nitric acid 
until the separated sulphur is clean and the filter well disintegrated. 
Dilute a little and then filter and wash filter thoroughly with a 1 : 2 
nitric acid, best with the aid of a filter-pump. To the filtrate add 30 
cc. of a cold saturated solution of tartaric acid, then drop in a bit of 
litmus paper as an indicator and make the solution slightly alkaline 
with potassium hydroxide. Now add sufficient potassium cyanide 
solution to dissolve any precipitate that may have formed (except 
possibly a little bismuth sulphide thrown down by sulphur in the 
cyanide), and then pass in hydrogen sulphide gas to saturation. 
Bismuth sulphide is precipitated; copper, arsenic, antimony, etc., 
remain in solution. Filter and wash with cold water. Dissolve the 
bismuth sulphide in dilute nitric acid and filter the solution precisely 
as described above. 

10. The filtrate now contains the bismuth as nitrate, together 
with some free nitric acid. It is best to have the excess of the latter 
about 5 per cent. Now add a decided excess (3 or 4 times the amount 


* Proceedings Colorado Scientific Society, Feb., 1895. 
T Jour. Am, Chem, Soc., XXV, 926, 
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theoretically necessary for combining with all the bismuth) of the 
ordinary molybdic acid solution used for phosphorus determinations 
(PHOSPHORUS, 7).! There should be no precipitate produced at this 
point. Then add a few drops of Congo-red solution (made by dis- 
solving 1 part of Congo-red in 100 parts of 30 per cent alcohol) and 
slowly run in, with stirring, very dilute ammonia from a burette. 
-A white precipitate will form, and finally the indicator will become 
pink. Next add a few drops of dilute nitric acid, sufficient to change 
the color to lilac (just neutral). Now dilute, if necessary, to about 
200 cc. and heat slowly on a thick asbestos pad, very hot (60° C.), 
but not to boiling, and stir vigorously. The precipitate of bismuth 
ammonium molybdate (BiNH4(MoOs,)2) should coagulate and appear 
like silver chloride, perhaps colored pink by the indicator. It should 
not be yellowish. Filter the hot mixture and wash the precipitate 
thoroughly with a 3 per cent solution of ammonium sulphate? If the 
_ above directions are followed, the precipitation will be complete, but if 
too much nitric acid is added, so that the indicator is turned back to a 
decided blue color, the precipitate does not collect or filter as well, and 
the filtrate may contain traces of bismuth. If the precipitate has a 
yellow color, the results will be unreliable. In such a case, make 
alkaline with ammonia, then add nitric acid until the precipitate 
is dissolved, and repeat the neutralization and heating. Iti is usually 
unnecessary to add more ammonium molybdate. 

11. Make a mixture of 75 cc. of water and ro’cc. of strong sulphuric 
acid. Place a portion of this in a beaker and rinse the precipitate into 
it from the filter as completely as possible. When all is dissolved, 
pour the solution through the filter to dissolve any remaining precip- 
itate, and wash with the remainder of the acidulated water. Receive 
the filtrate in a beaker. Dilute to about 200 cc. with hot water and 
pour the hot solution through a reductor, precisely as described in 
MOLYBDENUM, 4. Follow the directions there‘given to the end of the 
titration with standard potassium permanganate solution. 

A blank should be run through the reductor. Dilute 10 cc. of 
sulphuric acid with water and then continue the dilution to 200 cc. 
with hot water. Run this through the reductor and titrate as before. 
Note any slight correction thus obtained and deduct it from the 
regular reading of the burette. 

Multiply the Fe value of 1 cc. of the permanganate solution 
by 0.621 to obtain the Bi value? 3 
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1The compound that would be formed is bismuth ammonium molybdate, 
BiHN.(MoO,).. 2Mo0Os; in this compound correspond to Bi, or, considering the 
atomic weights, 208 parts by weight of Bi= 288 parts of MoO;. This gives 1 part 
Bi=1.385 parts MoO:. 

The molybdic acid solution referred to contains approximately 100 Sete of 
MoO; in 200 ce. 1c. =0.05 gram. 

0.5 gram of ore was taken for analysis. 1 per cent =0.005 gram. 1 part of Bi 
requires, as above, 1.385 parts of MoO; therefore 0.005 gram, or 1 per cent, would 
require 0.00642 gram of MoQ;. This is the theoretical amount required by 1 
per cent of Bi in forming the above compound. The text requires three or four 
times this amount to be used. Four times 0.00642 =0.02568, or, roughly, 0.025 
gram. This is the quantity contained in 4 cc. of the Be ue solution. Accord- 
ingly, for every assumed per cent of bismuth in the ore, 4 cc. of the at ata 0 acid 
solution should be used. 

2 This is to prevent the precipitate from hydrolyzing and running through the 
filter. 

8 This is shown as follows: The formula BiNH.(MoO,): indicates that Moz = Bi. 
In the titration, Mo,O; is oxidized to Mo2Os. Therefore, Mo.=O;. In the iron 
titration, 2FeO, or, Fe:Os, is oxidized to Fe.O;. Therefore, Fe.=O, or, Fes=O3. 
It follows that Fes=Mo:,;=Bi. Then, from the atomic weights, 335.04 Fe = 208 Bi, 
or, 1 part by weight of Fe =9.621 parts by weight of Bi. 
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1. Method for Ores.—To 0.5 gram of the ore in an 8-oz. flask 
add to cc. of strong hydrochloric acid and 5 cc. of strong nitric acid. 
Boil until any sulphides present are decomposed and the acid is per- 
haps half expelled. If oxides still remain, continue to heat with addi- 
tion of hydrochloric acid until solution is as complete as possible. 
Finally, add about 6 cc. of strong sulphuric acid and boil, best over a 
free flame, until fuming copiously. Cool, add about 25 cc. of water, 
heat to boiling, and allow to stand, hot, for a short time, to insure 
the solution of anhydrous iron sulphate, etc. Then cool, filter off the 
insoluble residue (including any lead sulphate), and wash with cold 
dilute sulphuric acid (1: 10). Dilute the filtrate to about 200 cc., 
add 1o grams of ammonium sulphate ! and pass in hydrogen sulphide 
gas to saturation. Filter off the precipitated sulphides and wash with 
dilute hydrogen sulphide water slightly acidulated with hydrochloric 
acid. Rinse the precipitate from the filter into.a beaker as completely 
as possible, using no more water than necessary, place the beaker under 
the funnel and pour through the filter a strong cold solution of pure 
potassium cyanide. Agitate the beaker so as to mix the liquids and 
use no more cyanide solution than necessary to dissolve the soluble 
copper sulphide, etc., that may be present. If no bismuth or lead is 
present (any lead should have been practically all removed as sul- 
phate) the cadmium sulphide will now. appear yellow or orange.* 
Filter the mixture through the same filter as before. If it runs through 
turbid, return it through the filter until clear. Wash well with dilute 
hydrogen sulphide water. The cadmium sulphide has a tendency to 
pack on the filter and impede filtration. If possible, wash it loose 
each time, and the washing will then proceed much more rapidly. If 
the washed precipitate appears appreciably discolored, indicating bis- 


* When precipitated from sulphuric acid solutions, unless very weak in acid, the 
cadmium sulphide is orange-colored rather than pure yellow, 
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muth, proceed as in 2, below. If clean and yellow or orange, dissolve 
it by pouring through the filter hot dilute (1 : 1) hydrochloric acid, 
using as little as possible. If the volume of the filtrate is not too large, 
receive it in a large weighed porcelain crucible; otherwise collect it in 
a beaker and transfer it to the crucible in small portions at a time. 
Place the crucible and contents on a water-bath and evaporate the 
solution of cadmium chloride to complete dryness. Now cover the 
crucible and add a slight excess of dilute sulphuric acid. When 
spattering has ceased, remove and rinse off the cover and continue the 
evaporation as far as possible on the water-bath. Finally, remove 
the excess of sulphuric acid by cautiously heating over a free flame 
until no more fumes are evolved. Avoid heating higher than neces- 
sary. It is best to place the crucible within a larger one fitted inside 
with an asbestos ring, so that the crucibles do not touch. Or, the 
crucible may be supported on a clay triangle on a small iron sand- 
bath containing no sand, so that it just fails to touch the bottom. 
When the fumes have ceased to come off, cool and weigh the crucible 
and contents. The cadmium sulphate, CdSO,, should be pure white 
and soluble in water without residue. Its weight multiplied by 0.5391 
will give the weight of the cadmium, from which the percentage may be 
calculated? 

2. If the cadmium sulphide, after treatment with potassium 
cyanide, appears dark-colored, bismuth or lead (possibly mercury) 
may be present. Place the moist precipitate and filter in an 8-oz. 
flask and add 10 cc. of strong hydrochloric acid and the same amount 
of water. Boil the mixture until the cadmium sulphide is all dis- 
solved, the hydrogen sulphide expelled, and the filter well disinte- 
grated. Any dark insoluble residue apparently free from cadmium 
may be neglected. Dilute with 25 cc. of hot water and filter, washing 
thoroughly with hot water. Dilute the filtrate somewhat, add sodium 
carbonate in slight excess and then 1 or 2 grams of potassium cyanide. 
Digest for some time at a gentle heat and filter. Wash with cold 
water. Bismuth and lead remain on the filter as carbonates. Pass 
hydrogen sulphide through the filtrate, diluted if necessary. This 
should precipitate pure yellow cadmium sulphide unless mercury is 
present, which is rarely the case. Filter, wash with hydrogen sulphide 
water containing several grams of ammonium nitrate (to prevent 
running through), and then dissolve in hydrochloric acid and finish 
as described above. 
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1 The presence of a large amount of ammonium sulphate is essential for good 
results in precipitating cadmium with hydrogen sulphide from a sulphuric acid solu- 
tion. 

2 The molecular weight of CdSO, is 208.46. This corresponds to a single atom 
of cadmium, having an atomic weight of 112.4. The ratio, then, is 112.4 + 208.46 


=0.5301. 


3. Electrolytic Method.— Cadmium can be separated electro- 
lytically in a satisfactory manner from its solution in various elec- 
trolytes. Its alkaline double-cyanide solution is perhaps as good as 
any, if not the best electrolyte. ‘The method may be applied to an ore 
as follows: 

4. Treat 1 gram of the ore by the methods previously described 
until a solution of the chloride or sulphate is obtained, free from the 
other members of the hydrogen sulphide group. The solution should 
be evaporated if necessary, so as to have the volume well below 100 cc. 
Add a drop or two of phenolphthalein solution and then pure sodium 
or potassium hydroxide solution until a permanent red color is 
obtained. Now add cautiously a strong solution of pure potassium 
cyanide until the precipitated cadmium hydroxide is completely dis- 
solved, avoiding an excess. Dilute to 100-125 cc. and, using the same 
beaker and electrodes as for copper (COPPER, 15), electrolyze with a 
current of ND1i00 =0.04 to 0.06 A. and V. =2.9-3.2. Keep the solution 
at a temperature of about 60° C. In four to six hours the deposition 
is usually complete. Test by raising the level of the liquid slightly 
and noting if any deposition occurs on the clean platinum surface 
during half an hour or so. When the operation is ended, disconnect 
and remove the electrode, wash it with hot water, then with alcohol, 
and finally dry it at 100° C., cool, and weigh. 

It is a good plan to replace the electrode in the solution and elec- 
trolyze for another half hour. The electrode should first be cleaned 
with nitric acid, then washed, ignited, and again weighed. If desired, 
the solution can be tested with hydrogen sulphide. As this may pro- 
duce a yellow color in the cyanide solution, even in the absence of 
cadmium, it is best to first acidify with hydrochloric acid (under a 
hood) and then heat until all the hydrocyanic acid is expelled. 

5. Treadwell,* using the same electrolyte, recommends electro- 
lyzing in the cold for five to six hours with a current of o.5-o.7 ampere 


* Treadwell’s Analytical Chemistry (Hall), II, 2d Ed., p. 166. 
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and an electromotive force of 4.8-5 volts. At the end of this time the 
current is increased to from 1-1.2 amperes and the solution is elec- 
trolyzed for one hour more. Treadwell states that unless the current 
is increased toward the end of the operation, the cadmium will not be 
all deposited at the end of twelve hours. If the stronger current 
is used from the beginning, some of the metal is liable to be deposited 
in a spongy form, resulting in a possible loss in washing. 

6. Smith * describes the deposition of cadmium from its sulphate 
solution. The neutral solution is acidified with 3 cc. of sulphuric 
acid of 1.09 sp. gr. and diluted to 125 cc. Lily G. Kollock + found 
that with such a solution; maintained at 65° C., with NDioo =0.078 
ampere and volts = 2.61, the deposition was complete in five hours.t | 

7. Cadmium in Ores and Flue Dust.—(Method of Omaha Plant 
of Am. Sm. & Ref. Co.)—Treat the material as in 1 until after the first 
filtration. If the filtrate is likely to contain any copper or bismuth, 
boil with sufficient sodium thiosulphate to precipitate them as sul- 
phides and filter, washing with hot water. Neutralize the filtrate 
with ammonia and then reacidify with sulphuric acid to an excess of 
about 1 cc. of the strong acid. Dilute to about too cc., or, if the bulk 
of the filtrate already somewhat exceeds this volume, dilute to 200 cc. 
and add an additional cubic centimeter of sulphuric acid. Now heat 
to boiling and pass in hydrogen sulphide to saturation. Filter, wash- 
ing precipitate with hydrogen sulphide water. (The filtrate may be 
analyzed for zinc by boiling off the hydrogen sulphide, oxidizing the 
iron with a little nitric acid, adding 10 grams of ammonium chloride 
and continuing according to the ‘‘ Alternate Method ”’ as described 
under Zinc.) Wash the precipitated cadmium sulphide off the paper 
into the original beaker with dilute hydrochloric acid. Add 5 cc. 
hydrochloric acid and boil. 

Continue by either of the following procedures: 

A. As soon as the cadmium sulphide is in solution, filter off the 
insoluble arsenious sulphide. Neutralize the filtrate with ammonia 
and then just bring it back with hydrochloric acid. ‘Titrate hot with 
the usual standard potassium ferrocyanide, precisely as for zinc. 
Standardize the solution for cadmium against C. P. cadmium sulphate. 

B. Boil until the solution is reduced to a volume of about ro cc. 


* Electrochemical Analysis. 
t Jour. Am. Chem. Soc., XXI, 925. 
t See Edgar F. Smith’s Electro-Analysis for rapid method, using rotating electrode. 


58 CADMIUM 


Filter into a weighed platinum shell and then evaporate cautiously 
almost to dryness. Add 34 cc. of strong sulphuric acid and continue 
heating until fuming strongly. Now continue the heating cautiously 
until the fuming ceases. Finally increase the heat to low redness for 
about four minutes. Avoid overheating. Cool and weigh as cadmium 
sulphate. 

8. Cadmium in Spelter.*—Dissolve 25 grams of the sample in a 
No. 4 beaker in a mixture of 34 cc. of strong sulphuric acid and 250 cc. 
of water. In the case of very pure zinc it may be necessary to add a 
few drops of very dilute platinum chloride solution from time to time, 
to hasten the action. The above amount of acid is approximately 
12.5 cc. more than is required to dissolve 25 grams of zinc, and there- 
fore about 12.5 cc. of free acid will remain in the solution. Lead, 
copper and probably a small amount of cadmium remain undissolved. 
Pay no attention to the flocculent residue, but be sure that all the zinc 
is dissolved. 

g. Add 15 grams of solid ammonium sulphate to the warm liquid, 
and pass in hydrogen sulphide for ten minutes.t Allow to stand, 
warm, for half an hour and then again pass in hydrogen sulphide for 
ten minutes more. All the cadmium will be precipitated as sulphide, 
which will be mixed with considerable zinc sulphide, together with lead 
and copper. Filter through a 12.5-cm. paper and wash three or four 
times with warm water. The filtration is rather slow but proceeds 
steadily enough if a good column is established in the funnel stem. 
Return the precipitate, paper and all, to the beaker in which the pre- 
cipitation was made, add to cc. of strong sulphuric acid and 10 cc. of 
strong nitric acid. Cover the beaker and heat it until sulphuric acid 
fumes are given off. Remove the beaker from the source of heat and 
to the hot, but not strongly fuming, liquid add a few more cubic cen- 
timeters of strong nitric acid. Again boil to fumes. 

Repeat the addition of nitric acid as above, until the paper is 
completely consumed. This usually requires about three additions 
of the acid with intermediate fuming, the whole operation taking 
about three-quarters of an hour. It is important that the paper be 
completely oxidized. 

10. Cool the solution, dilute to 200 cc. with cold water, then boil, 
cool and allow to stand until the lead sulphate settles. Filter off the 


Ledoux &\Co,uNay. 
{ Cf. Notes to 1. 
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lead sulphate and wash it once or twice with dilute sulphuric acid 
(1 : 20). The liquid now contains about 1o cc. of sulphuric acid in 
200 cc. Add 10 grams of ammonium sulphate and pass hydrogen 
sulphide into the warm solution exactly as before. Cadmium comes 
down as sulphide practically free from zinc. Filter through a 9-cm. 
paper and wash the precipitate three or four times with warm water. 

11. Treat paper and precipitate in a No. 2 beaker with 5 cc. of 
sulphuric acid and 5 cc. of nitric acid, evaporating to fumes. Add 
nitric acid as before to the hot liquid, and again evaporate, repeating 
this procedure until the paper is destroyed. Now cool, add 5 cc. of 
cold water and evaporate to fumes. Do this a second time. These 
last evaporations are to make certain of the expulsion of all nitric acid. 
The work should be done in a place free from heavy nitric fumes, since 
the presence of even a trace of nitric acid in the solution interferes with 
the subsequent electrolysis of the cadmium. 

12. Add 25 or 30 cc. of water to the sulphuric acid ae and 
heat until all soluble salts are dissolved. Cool, neutralize the excess 
of free sulphuric acid with ammonia (using litmus paper as an indi- 
cator) and then add 4.5 cc. of 1 : 2 sulphuric acid. This gives a solu- 
tion containing 1.5 cc. of free sulphuric acid. Dilute with water to 
125 cc. and electrolyze (preferably overnight) using a current of 
0.I ampere, 2.6 volts, to about 10 sq. in. of cathode surface (one 
side). The cathodes are perforated platinum cylinders, 23 in. high 
by 13 in. in diameter. Under the conditions given, cadmium is pre- 
cipitated free from zinc, even if a trace of zinc remains in the solution. 
Copper also comes down with the cadmium. After weighing the 
cathode, dissolve the deposited metal in a few drops of nitric acid, 
dilute, boil, cool and make alkaline with ammonia. Dilute to ro cc. 
and compare the color with a similar solution containing a known 
amount of copper. The two or three tenths of a milligram of copper 
usually present may be closely estimated in this way. 

13. If the laboratory is not equipped with electrolytic apparatus, 
cadmium may be determined by weighing as sulphate. Since two 
precipitations with hydrogen sulphide, as described above, may not 
remove all the zinc (and will not unless the work is done with great 
care), a third precipitation with hydrogen sulphide should be made. 
This is unnecessary when the electrolytic method is used, because 
under the conditions given a small amount of zinc will remain in the 
electrolyte. 
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Wash the cadmium sulphide from the third precipitation with 
warm water, and then dissolve it in hot dilute nitric acid. Evaporate 
the solution to smaller bulk, cool, if necessary, and add o.5 to 1 cc. of 
sulphuric acid. Evaporate to dryness in a weighed porcelain crucible, 
and finally ignite at a low temperature to constant weight. The 
resulting CdSOs is likely to contain copper. The copper should be 
estimated colorimetrically, calculated to CuSO and deducted.* 

Note that the presence of a large amount of ammonium sulphate 
is essential to good results in precipitating cadmium with hydrogen 
sulphide from sulphuric acid solutions. The proportions of acid and 
water are also important in getting clean separations. Those given 
above should be strictly adhered to. 


* The amount of copper present will probably not exceed two or three tenths of a 
milligram. Dissolve the residue in the crucible by warming with a little nitric acid, 
transfer the solution to a test-tube, make ammoniacal to develop the blue color due to 
copper, and dilute to about 10 cc. Prepare a copper solution of known strength as fol- 
lows: Dissolve exactly 100 mg. of pure copper foil in nitric acid, dilute somewhat, add 
an excess of ammonia and then make the solution up to1oocc. 1 cc.=1 mg. of copper. 

From a burette, run some of this solution, say 1 cc., into a test-tube similar to the first. 
Dilute to the same height as the liquid in the first test-tube and compare the color. 
Repeat the test with different amounts of the prepared copper solution, until the color of 
the first test-tube is matched. From the amount of the prepared copper colution required, 
calculate the copper used. Calculate this to CuSO, and deduct the HEIESt from the 
weight of the impure CdSO, before calculating the Cd. 

Example.—Suppose 1.8 cc. of the prepared copper solution were used. This=o.0018 
gram of copper. Atomic wt. of Cu=63.57. Mol. wt. of CuSOQ,=159.63. Now use the 
proportion 63.57 : 159.63 =0.0018 : «. «=0.00452. This_is the weight of CuSO, cor- 
responding to 0.0018 gram of Cu. Deduct this from the weight of the CdSOu, as found, 
and calculate the balance to Cd. See note to CADMIUM I, 

By igniting at a very low temperature the copper sulphate present is simply dehy- 
drated, leaving CuSO,, Ata high temperature this would be changed to CuO. 


CHAPTER X 
CALCIUM 


1. Ores, etc.—The calcium is usually required as CaO. Treat 
0.5 gram of the ore in an 8-oz. flask with whatever acids are best suited 
to decompose it. Begin ordinarily with 10 cc. of strong hydrochloric 
acid and heat gently. If sulphides are present, add 5 cc. of strong 
nitric acid (after the oxides are dissolved) and boil gently until decom- 
posed. If the decomposition is perfect, sulphuric acid is unnecessary, 
but with ores I usually add 5 cc. at this stage. In any case, boil until 
most of the free acid is expelled, over a free flame if sulphuric acid has 
been used. Allow to cool, if necessary, add about 100 cc. of water 
and 5 cc. of strong hydrochloric acid, heat until the salts are dis- 
solved and then filter (never omit this if there is any appreciable 
amount of insoluble residue), washing with hot water. ‘To the filtrate 
add 2 cc. of a saturated solution of potassium dichromate (this may be 
omitted if lead is absent *), 15-20 cc. of saturated bromine water (to 
precipitate manganese), and then a very slight excess of ammonia.! 
Cover the beaker and boil until all free ammonia is expelled. Allow to 
settle somewhat and then filter through an 11-cm. filter and wash > 
thoroughly with hot, dilute ammonium chloride solution? (5 grams to 
500 cc.). If lead chromate runs through, return the first portions. 
If the precipitate shows much manganese? it is always well to test the 
filtrate by adding more bromine water and ammonia and boiling a 
short time. If any manganese comes down, filter it off, it being 
usually unnecessary to expel the excess of ammonia as before. Wash 
with the dilute ammonium chloride solution. , 

The above procedure renders the usual double precipitation of 
the iron entirely unnecessary. The usual retention of lime by iron 
appears to be due to the formation of calcium carbonate, by the 


*Lead unquestionably interferes, although but slightly. An ore containing 30 per 
cent lead and about 16 per cent CaO gave results about 0.25 per cent high when the lead 
was not removed. Lead may also be removed as sulphide, as described in MAGNESIUM, I. 
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absorption of carbon dioxide from the air in the presence of free 
ammonia, and this does not occur if the ammonia is expelled previous 
to filtration. A neglect to filter off the insoluble residue before the 
iron precipitation will usually produce a low result. JI am unable to 
state the reason. 7 

2. Make the filtrate from the iron strongly ammoniacal, heat to 
boiling and add an excess of ammonium oxalate solution. ‘This 
should be added in sufficient amount to convert all possible calcium 
and magnesium to oxalates (the magnesium oxalate remaining in solu- 
tion). Thirty cubic centimeters of a saturated solution should be suf- 
ficient in any case. It is best to dilute it somewhat and add it boiling 
hot. Boil the mixture about ten minutes, allow to stand hot and 
settle, and then filter through an 11-cm. filter and wash ten times with 
hot water. For more exact work allow to stand overnight. 

_ The mode of procedure now depends upon whether the ore contains 
much or little magnesium. In the former case the calcium oxalate is 
almost sure to contain an appreciable amount of magnesium oxalate 
and should therefore be purified. Unless the amount of magnesium 
is known to be insignificant, it is always safest to proceed as follows: 

3. Without troubling to wash the precipitated oxalate more than 
- once, rinse it from the filter into a beaker. What little remains adher- 
ing to the filter may usually be neglected if the same filter be employed 
for the next filtration of the oxalate. Heat the mixture in the beaker 
and then dissolve the oxalates by the addition of as little hydrochloric 
acid as possible. Dilute to about 50 cc. with hot water, make alkaline 
with ammonia, and add about to cc. of the ammonium oxalate solu- 
tion. Boil the mixture for about ten minutes, allow to stand, hot, 
until settled, and then filter through the last filter. Wash at least ten 
times with hot water, to remove every trace of ammonium oxalate. 

When little or no magnesium is present, the first precipitate of 
calcium oxalate will be sufficiently pure and will require only thorough 
washing with hot water.* . 

4. In a 4oo-cc. beaker prepare a mixture of 5-7 cc. of strong 
sulphuric acid and about 125 cc. of water. Drop the filter and 
precipitate into this and heat to about 70°C. Stir to effect the decom- 
position of the calcium oxalate, but avoid disintegrating the filter. 
Titrate the hot solution with standard potassium permanganate solu- 
tion. Under the conditions named, the filter-paper will exercise 


* This is the usual practice in all cases in ordinary lead-smelter work. 
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practically no influence on the result, and while the final pink tinge 
will gradually fade, there will be no difficulty in noting a sharp end- 
point. Multiply the number of cubic centimeters of permanganate 
required, by the percentage value in CaO of 1 cc. to obtain the per 
cent of CaO in the ore. 

5. The permanganate solution used for iron determinations 
(Iron, 2) will serve for this titration. The iron factor multiplied 
by 0.5023 will give the CaO factor. This is because the same amount 
of oxygen from the permanganate is required to oxidize the oxalic 
acid in the calcium oxalate corresponding to 1 mol of CaO, as is 
required to oxidize 2Fe from the ferrous to the ferric condition. That 
is, 2Fe are equivalent to 1 CaO or 111.68 parts of Fe to 56.07 parts of 
CaO, which is the same as 1 part Fe to 0.5023 part CaO.* 

6. For the CaO determination, however, it is best to standardize 
the permanganate directly against pure oxalic acid.* Weigh about 
0.2 gram of the crystals and dissolve in an 8-oz. flask in a previously 
prepared mixture of 5-7 cc. of strong sulphuric acid and 125 cc. of 
water. Heat to about 70° C. and titrate to a faint pink tinge with the 
permanganate solution. The first portion of permanganate will not 
be decolorized instantly, but when once the decolorization has begun, 
it will thereafter occur quickly until the end. 

Divide the weight of oxalic acid taken by the number of cubic 
centimeters required. This will give the oxalic acid value of 1 cc. 
of the permanganate. Multiply this figure by 0.4444 to obtain the 
value of 1 cc. in CaO, expressed in grams. This last factor is obtained 
as follows: 56.07 parts of CaO require 126.148 parts of crystallized 
oxalic acid to form calcium oxalate. Accordingly, 1 part of oxalic 
acid is equivalent to 0.4444 part of CaO. Of course, in the CaO deter- 
mination, all the oxalic acid titrated is derived from the decomposition 
of the calcium oxalate by the sulphuric acid. 

Having determined the value of 1 cc. in grams of CaO, the percent- 
age value on the basis of o.5 gram of ore taken is easily calculated. 

Example——Took 0.2163 gram of oxalic acid. Used 38.66. cc. 
of permanganate. 0.2163+38.66=0.005594. ‘This is the weight of 
oxalic acid to which 1 cc. of the permanganate is equal. Multiplying 


* Sorenson’s Salt (sodium oxalate, NazC2O,) is to be preferred to oxalic acid, because 
its purity is probably greater. Mol. wt. oxalic acid, H2C2O4- 2H2O=126.058. NazC204= 
134.01. 1.063 Sorensen’s Salt=1 oxalic acid. NazC:O, multiplied by o. 4184 = CaO. 
Personally, I have found C, P. oxalic acid to be more reliable than the aeaals.C, er 
sodium oxalate, 


64 CALCIUM 


by 0.4444, we have 0.002486, the value of 1 cc. in- grams of CaO, or 
I CC. =0.4972 per cent on the basis of 0.5 gram of ore taken. 


1 Bromine is an oxidizing agent. Manganous salts in neutral, ammoniacal or 
acetic acid solutions are oxidized by it to form MnOz, which, being insoluble under 
these conditions, is precipitated. MnO+2Br+H.0 — MnO.+2HBr. 

2 Ammonium chloride is used to render any calcium carbonate, which may be 
present, more soluble. Calcium carbonate might be formed either from ammo- 
nium carbonate present in the ammonia used, or by the absorption of carbon 
dioxide from the air. 

3 Indicated by the precipitate, if bulky, being of a much deeper brown than the 
color of pure ferric hydroxide. 

_ 4 The formula for calcium oxalate is CaC204. H.SO, acts on this to form CaSO. 
and set free oxalic acid, H,C,04. The permanganate oxidizes this to form carbon 
dioxide and water: H,C.0.+0— 2CO.+H20. 1Ca, corresponding to CaO, is 
combined in 1 calcium oxalate, equivalent to 1 oxalic acid. 1 oxalic acid requires 
I oxygen, as above. Therefore, O=CaO. | 

In the oxidation of iron 2FeO, or Fe.0.,+O=Fe,0;. Then O=2Fe. Accord- 
ingly, Fez =CaO, or 111.68 Fe =56.07 CaO. 

This gives Fe, multiplied by 0.5023 = CaO. 


7. Silicates and Substances Not Decomposed by Acids.—These 
are decomposed, as described under Silica, either by immediate fusion 
with alkali carbonate or by acid treatment, followed by fusion of the 
Insoluble residue. The nature of the substance will determine these 
points precisely as in the case of silica. When the solution eventually 
obtained contains considerable silicic acid, it is best to render it insol- 
uble by evaporation and filter it off. A small amount of silicic acid 
may be neglected. The clear hydrochloric acid solution finally ob- 
tained, containing all the calcium, is treated as described above (1). 

8. “Available Lime” in Ores Containing Calcium Fluoride.— 
Some of the western smelters regard the calcium contained in calcium 
fluoride as of no value as a flux, claiming that it passes through the 
furnaces unaltered, without combining | with the fluxes used. In 
paying for the lime in an ore, only that which is not combined with 
fluorine is taken into consideration and is called ‘‘ available lime.” 
The method used for determining this portion is not, strictly correct, 
since if an ore contained much calcium sulphate or silicate, at least 
some of the CaO thus combined would probably fail to be reported 
as ‘‘ available.”’ Asa technical method, however, in regular use, it is 
sufficiently satisfactory and is therefore given herewith. 
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9. Take 0.5 gram of the ore in an 8-oz. flask, moisten with water, 
add 5 cc. of 80 per cent acetic acid, and boil nearly to pastiness. Take 
up in about 30 cc. of equal parts of 80 per cent acetic acid and water 
and boil gently for a few minutes. To remove lead, which is frequently 
present, add 2 cc. of a saturated solution of potassium dichromate just 
previous to this last boiling. Filter, washing with hot water. To the 
filtrate add about 20 cc. of saturated bromine water and then (cau- 
tiously) make alkaline with ammonia and heat to boiling. It is 
generally best to now add more bromine water and continue the 
heating for a short time to make sure of the precipitation of all man- 
ganese. Finally, boil off all the free ammonia, allow to settle some- 
what, and filter and wash as in the regular method (1). Test the fil- 
trate for unprecipitated manganese if apparently necessary, as de- 
scribed for the regular method. Make the final filtrate strongly ammo- 
niacal, heat to boiling, precipitate the calcium as oxalate, and finish 
the determination exactly as described for the regular method. 

This will give all the CaO contained in the ore as carbonate and 
also as sulphate, unless the latter is in large amount. Calcium 
combined as fluoride or silicate remains practically undissolved by 
the acetic acid. The silicate is usually small in amount and the 
calcium so combined is, in fact, regarded as no more “ available ” 
than that existing as fluoride. 

10. The Percentage of Calcium Fluoride may am determined 
with fair accuracy as follows: Place about 3 grams of powdered 
anhydrous sodium sulphate in a small platinum dish, mixing in also a 
little potassium nitrate, if reducible metals are likely to be present. 
Lay the filter and residue from the above acetic acid treatment upon 
this mixture, and ignite gently until the paper is fairly well burned off. 
Now cool and add 5-6 cc. of strong sulphuric acid. Heat carefully, 
to avoid spattering, first to strong fumes, and then to a melt, if pos- 
sible. If the mass solidifies at the end, without melting, cool suffi- 
ciently, add a little more sulphuric acid and heat again. This will 
usually effect complete decomposition of the fluoride, even if the mass 
is not completely melted. Allow to cool, cover the dish and dissolve 
the cake by warming with sufficient water, acidulated with 5 cc. of 
hydrochloric acid. Transfer the solution to the original flask, first 
filtering, if there is an appreciable amount of insoluble residue. Dilute 
to about 150 cc. with hot water, and proceed with the usualde termi- 
nation of CaO as described in 1, at the same point. Multiply the 
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percentage of CaO found by 1.393 to obtain the percentage of 
CaFo. 

11. Rapid Volumetric Determination of CaO in Limestone, Cement, 
Lime, Blast-furnace Slags, etc.*—The following rapid method for the 
determination of CaO is applicable to materials in which the calcium 
is present either as oxide, carbonate, or silicate, and is dependent on 
the fact that calcium can be completely precipitated as oxalate in 
solutions containing free oxalic acid, while iron, aluminum, and mag- 
nesium cannot. 

12. Decomposition of the Sample.—For high-grade limestones, that 
is, those which when burned do not give a hydraulic lime, weigh 0.5 
gram into a platinum crucible, cover and ignite for five minutes over a 
Bunsen burner, and then for five minutes over the blast-lamp. This 
heating must be cautiously carrried out, as magnesian stones are likely 
to fly out if heat is applied too suddenly. Start the ignition over a low 
Bunsen flame and gradually raise until the full heat is attained, then 
continue for five minutes and follow with a blast-lamp. Empty the 
contents of the crucible into a 500-cc. beaker and add 40 cc. of dilute 
(1 : 1) hydrochloric acid; heat, and when solution of the sample is 
complete proceed as in 13. | 

For cement rock or hydraulic limestones, weigh the sample as 
before and carefully mix with it } gram of finely ground sodium car- 
bonate, by stirring with a glass rod. Brush off the rod into the crucible 
~ and ignite over a Bunsen burner, starting with a low flame and grad- 
ually raising it until the full heat is attained. ‘Continue heating for 
five minutes longer and then ignite over the blast for the same length 
of time. Place the crucible in a 500-cc. beaker and decompose the 
sintered mass in the crucible with 40 cc. of dilute (1 : 4) hydrochloric 
acid, keeping the beaker covered to avoid loss by effervescence. Heat 
until solution is complete and proceed as in 13. 

For cement, pass the sample through a 1oo-mesh screen, weigh 
0.5 gram into a dry soo-cc. beaker and add, ‘with constant stirring, 
20 cc. of water. Break up the lumps, and when all the sample is in 
suspension except the heavier particles, add 20 cc. of dilute (1 : 1) 
hydrochloric acid and heat until solution is complete. This usually 
takes five or ten minutes. Proceed as in 13. 

Many slags are soluble in concentrated hydrochloric acid. When 
this is the case, weigh 0.5 gram into a 500-cc. beaker, stir up with a 

* From paper by Richard K. Meade, Chemical Engineer, Vol. 1, p. 20. 
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very little water and add 20 cc. of strong hydrochloric acid and heat. 
When solution is complete, proceed as in 13. 

13. The Determination.—Carefully add dilute ammonia (sp. er. 
0.96) to the solution of the sample until a slight permanent precipitate 
forms. Heat to boiling and add to cc. of a to per cent solution of 
oxalic acid. Stir until the iron and aluminum hydroxides are entirely 
dissolved and only a slight precipitate of calcium oxalate remains. 
Now add 200 cc. of boiling water and sufficient (20 cc.) saturated solu- 
tion of ammonium oxalate to precipitate the calcium. Boil and stir 
for a few moments, remove from the heat, allow the precipitate to 
settle, and filter on an 11-cm. filter. Wash the precipitate and paper 
ten times with hot water, using not more than ro or 15 cc. of water 
each time. Remove the filter from the funnel, open and lay against 
the sides of the beaker in which the precipitation was made, wash 
from the paper into the beaker with hot water, add dilute sulphuric 
acid (4), fold the paper over and allow to remain against the 
walls of the beaker. Heat to 80° C. and titrate with standard potas- 
sium permanganate (5) until a pink color is obtained; now drop in the 
filter-paper, stir until the color is discharged, and finish the titration 
carefully, drop by drop. 

14. The permanganate is est standardized for this determination 
by means of pure calcite or Iceland spar, as this does away with 
uncertain factors and also with the error introduced by the solubility 
of calcium oxalate. The procedure, which is as follows, is that recom- 
mended by the Committee of the Lehigh Valley Section of the Amer- 
ican Chemical Society: 

Make up potassium permanganate solution by taking 6 grams of. 
the salt to 1 liter of water; let stand a few days before standardizing. 

Weigh out 0.5 gram of powdered calcite into a 4oo-cc. beaker; 
add 100 cc. of water and 1o cc. of hydrochloric acid (1:1); boil 
gently until all carbon dioxide is expelled, and when completely dis- 
solved make alkaline with ammonia and add, little by little, 20 cc. 
of boiling-hot saturated solution of ammonium oxalate; continue 
boiling for five minutes; let settle, filter, wash, transfer precipitate 
to original beaker (13); dissolve in dilute sulphuric acid and titrate 
with the permanganate as in the determination of calcium. 

15. Note on the Foregoing Method.—In this method lead appears 
to interfere more or less, bringing the results high; it is therefore 
not so suitable for ores in general as the longer method first given. 


CHAPTER XI 
CHLORINE 


1. Mohr’s Volumetric Method.—The chloride solution should 
be cold and neutral. Ifacid, it should be neutralized with pure sodium 
or calcium carbonate in slight excess. To the cold neutral, or faintly 
alkaline solution contained in a porcelain casserole or evaporating- 
dish add 1 cc. of a 2 per cent solution of neutral potassium chromate. 
Titrate with a N/r1o solution of silver nitrate until a permanent faint- 
red tinge is obtained, due to the formation of silver chromate. This 
compound cannot exist permanently in the mixture until all the 
chlorine has been precipitated as silver chloride. The mixture should 
be well stirred after each addition of silver nitrate, which toward the 
last should be added only drop by drop. As the faint reddish tinge 
is somewhat difficult to distinguish, various schemes have been pro- 
posed to facilitate its detection. I have found it a good plan, when the 
end-point is apparently attained, after reading the burette, to pour 
off half the liquid into a similar casserole and then add 1 more drop 
of the silver nitrate solution to one casserole and note if the two por- 
tions of the liquid now show any difference. When such a difference 
can be detected, the end-point has certainly been reached and it is 
usually safe to accept the reading of the burette taken previous to the 
last drop. For accurate work a blank test should be made on the 
same volume of liquid to see how much silver solution is required to 
produce a tint when no chloride is present, and this amount must be 
deducted from that used in the analysis, Multiply the number of 
cubic centimeters used, by 0.003545, to obtain the weight of -the 
chlorine present, or by 0.00585 for the weight of the corresponding 
sodium chloride. | 

2. The standard N/10 silver nitrate solution for the above titration 
may be prepared as follows: Heat pure silver nitrate to 120° C. for 
ten minutes, then cool and weigh 16.994 grams, dissolve in water and 
dilute to 1 liter. One cc. =0.003545 gram of chlorine, or 0.00585 gram 
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of sodium chloride. Of course, any other weight of silver nitrate can 
be taken, and the corresponding value of the solution obtained by cal- 
culation. : 

3. Chlorine in Salts and Liquids Containing Organic Matter and 
Sulphides.—Solutions Required: 1/10 normal silver nitrate. Approx- 
imately 1/10 normal ammonium thiocyanate. For ammonium thio- 
cyanate take 8 grams per liter; or, for potassium thiocyanate, take 10 
grams per liter. Standardize the thiocyanate against the silver solu- 
tion, as described below, to obtain the value of 1 cc. in silver solution. 

Indicator solution of ferric ammonium sulphate. Make a strong 
solution and add sie age nitric acid to remove most of the brown 
color. 

Procedure: Take 200 mg. of the salt, or an equivalent amount of 
the liquid. Place in an 8-oz. flask and dilute to about 50-75 cc. Add 
dilute nitric acid in moderate excess and boil a minute or two. Now 
run in the silver solution from a burette until sure of a slight excess, 
and then boil the mixture until the silver chloride settles well on short 
standing. Coo] completely, add a few cubic centimeters of the ferric 
indicator, and titrate with the thiocyanate solution to a faint brownish 
tint. Note the amount of thiocyanate used, calculate its value in 
silver solution and deduct this from the amount of silver solution used. 
The remaining silver solution is the amount required to form silver 
chloride with the chlorine in the salt or liquid taken, and from this all 
necessary calculations can be made, as in I. 

In standardizing the thiocyanate, simply run 25-30 cc. of the silver 
solution into a flask, dilute to about 75 cc., add some ferric indicator 
and titrate in the cold to a faint color, shaking well, pag toward 
the end, after each addition of thiocyanate. 

Precipitated AgCl does not interfere with the thiocyanate titration 
if it has been well coagulated by boiling. If allowed to remain in an 
opalescent or cloudy condition it will quickly decompose the slight 
excess of thiocyanate that causes the end-reaction color. The color 
will disappear repeatedly as more thiocyanate is added and will pre- 
vent a correct determination of the end-point. This is because silver 
thiocyanate is more insoluble than silver chloride. 


CHAPTER XII 
CHROMIUM 


METHODS are given below for the determination of chromium in 
‘iron ores, chrome-iron ore, and steel. These will include most of the 
cases likely to be met by the metallurgical chemist. : 

1. Method for Iron Ores with Small Amounts of Chromium.*— 
Fuse 1 gram of the very finely ground ore with a mixture of 5 grams of 
sodium carbonate and o.5 gram of potassium nitrate in a platinum 
crucible or small dish. After fusion, extract the melt with hot water 
and transfer the mixture to a small beaker. If the solution is colored 
by manganese, add a little alcohol and warm the mixture. This will 
precipitate the manganese as dioxide. Allow the precipitate to settle 
and note the color of the clear solution. If chromium is present it will 
be more or less yellow. If quite colorless, chromium may be con- 
sidered absent. Filter the mixture, washing with water, and dry and 
ignite the insoluble residue on the filter. Now grind it with ten times 
its weight of sodium carbonate and a little potassium nitrate, fuse the 
mixture and extract with water, etc., as before. Filter and add the 
filtrate to the former one. Acidify the combined filtrates with hydro- 
chloric acid and evaporate to dryness to render the silica insoluble and 
reduce the chromic acid to Cr203. Take up in hydrochloric acid, 
dilute, and filter. Precipitate the CreO3 and AlsOs in the filtrate 
with ammonia. Boil for a short time, filter, and wash well with hot . 
water. Dry and ignite the precipitate and then fuse it with as little © 
sodium carbonate and potassium nitrate‘as possible. Extract the 
melt with water and transfer the mixture to a platinum dish. Evap- 
orate the liquid until it is very concentrated, adding crystals of 
ammonium nitrate from time to time to change all the carbonated 
and caustic alkali to nitrate. Each addition of the ammonium nitrate 
produces an effervescence and ammonium carbonate is given off. 
The solution finally becomes almost syrupy and smells faintly of 


* Mainly from Blair. Chemical Anal. of Iron. 
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ammonia, the addition of ammonium nitrate no longer causing an 
effervescence. Now add a few drops of ammonia and filter from the 
precipitated alumina, aluminum phosphate, manganese dioxide, etc. 
The filtrate contains the chromium as alkali chromate. Add an excess 
of a strong solution of sulphur dioxide, which changes the color of the 
_solution from yellow to green. Boil well, add an excess of ammonia, 
il again for a few minutes, filter on an ashless filter, and wash thor- 
oughly with hot water. Dry and ignite the precipitate and weigh 
Multiply the weight by 0.6842 to obtain that of the chro- 


2. Method for Chrome Iron Ore.—Grind the ore in an agate mortar 
to the finest possible powder. Weigh 0.5 gram into a spun-iron cru- 
cible of about 20-25 cc. capacity. Add about 5 grams of sodium 
peroxide and mix thoroughly with a glass rod. Good sodium peroxide 
is of a yellowish color. Reject’any that is white, as it has become 
decomposed. Holding the crucible with tongs, heat over a Bunsen 
burner. The operation requires careful watching. Only a low red 
heat is necessary, but as the mass is slow in fusing, one is apt to heat 
the bottom of the crucible to bright redness. When this happens the 
peroxide is likely to attack the crucible and perforate it. If care is 
taken, and the crucible is tipped from side to side, the mass gradually 
‘softens and becomes liquid around the sides. Now give the crucible a 
rotary motion, never allowing the temperature to become much higher 
than a low red heat, until all unfused material, floating in the center, 
has liquefied like the rest. When the rotary and tipping movements 
have been continued for several minutes more, the operation may be 
considered finished. If manipulated as described, the same crucible 
should serve for many fusions; otherwise the crucible and analysis 
may easily be ruined. 

3. Have ready a 4-inch porcelain casserole containing about # in. 
of cold water, or somewhat less than the height of the crucible. Set 
the partially cooled crucible carefully in this, avoiding the entrance of 
any water. Cover the casserole, and, as soon as apparently safe, insert 
a glass rod under the cover and upset the crucible. The contents — 
will quickly boil out and disintegrate without any further heating. 
When the action is over, remove and rinse the cover, lift out the cru- 
cible on the rod and wash the outside with cold water. Now, holding 
the crucible with the fingers, similarly rinse out the inside. Again 


*152:104=1:%. 2£=0.6842. 
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replacing the cover, heat the mixture to boiling and then boil gently 
for ten minutes by the watch. This is to make certain that all the 
peroxide present is decomposed. If the volume of liquid gets low, 
add hot water. Remove from the heat, dilute somewhat with cold 
water, and then lift the edge of the cover and quickly add about 5 
grams of ammonium carbonate. The dilution and cooling are to 
lessen any possible effervescence. The ammonium carbonate neu- 
tralizes a portion of the sodium hydroxide and renders the solution 
less likely to destroy a filter. It must not be added, however, until 
the sodium peroxide has been decomposed by boiling, as otherwise some 
ammonium nitrite would be formed that would subsequently cause a 


high result. As soon as the ammonium carbonate has dissolved, the 


mixture is ready for filtration. ! 
4. Filter, washing several times with hot water. The filtration is 
best done with the use of a Witt’s plate and suction, in which case 
four washings are usually sufficient. 
The filtrate now contains the chromium as sodium chromate. 
Transfer it to a flask of about a liter capacity and cool under the tap. 
~y Have ready some cold 1:1 hydrochloric acid. Pour this into the 
chromium solution very cautiously (on account of effervescence) until 
the latter is plainly acid. This is usually shown by the change of 
color from yellow to orange.* If the color change is not apparent, 
litmus paper may be used, but not left in the solution. Now add about 
25 cc: more of the same 1 : 1 acid, dilute if necessary to 300-400 cc., 
and see that the solution is perfectly cold. Itsis now ready for the 
titration. | 
5. If potassium iodide be now added, the chromic acid present 
will liberate iodine,! which is then titrated with a standard solution of 
sodium thiosulphate? Allow about 1 gram of potassium iodide for 
every 20 per cent of chromium possibly present. Never use less than 
1 gram. More may be added at the end of a titration, as a test, and 
the titration continued on any additional iodine set free, without 
vitiating the final result. It is convenient to employ a 50 per cent 
solution of potassium iodide with a short 2-cc. pipette in the bottle. 
After adding the potassium iodide, titrate at once with the standard 
thiosulphate until the brown color of the iodine has become faint. 


* Neutral chromate is changed to dichromate: 


2(K20. CrO3)-++2HCl — K,0- Cr0s+ 2KCI+H,0. 
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Now add a few cubic centimeters of starch solution (COPPER, 3) and 
continue the titration cautiously, until a single drop completely dis- 
charges the last trace of color produced by the starch and leaves the 
solution a clear, pale green or bluish-green tint if there be much 
chromium present. The end-point is very sharp, and without care 
is very easily passed. Multiply the number of cubic centimeters of 
thiosulphate used, by the percentage value for chromium of 1 cc. to 
obtain the result. 

If the end-point be passed, add potassium permanganate of any 
strength, drop by drop, from a burette, counting the drops, until the 
blue color is restored.? Again finish the titration and note the burette 
reading; then add the same number of drops of permanganate as 
before, and once more finish with the thiosulphate and note reading. 
Deduct this additional amount of thiosulphate from the previous 
reading to obtain the true reading for chromium. 

6. The thiosulphate solution used for copper may be employed (see 
CopPER), in which case the copper value multiplied by 0.2727 will 
give the chromium value. This solution is inconveniently weak when 
there is much chromium present, requiring over 3 cc. for 1 per cent. 
With a solution containing about 36 grams of thiosulphate per liter, 
1 cc. will equal about 0.5 per cent of chromium, on the basis of starting 
with 0.5 gram of ore. To preserve the solution add about 4 grams of 
sodium hydroxide per liter (see COPPER, 1). Standardize with per- 
manganate, as described in COPPER, 4, using at least 40 cc. of the 
permanganate. The previously determined Fe value of 1 cc. of the 
permanganate multiplied by 0.3105 will give the Cr value. That is, 
if 1 cc. =1 per cent of iron, it will be equivalent to 0.3105 per cent of 
chromium, or, 1 cc. will liberate as much iodine as 0.3105 per cent of 
chromium. ‘Titrate the iodine liberated, which is equivalent to the 
determined amount of chromium, with the thiosulphate, to obtain 
the value of 1 cc. of the thiosulphate in chromium. 

The thiosulphate solution may also be standardized against 
potassium dichromate; 0.283 grams of pure potassium dichromate are 
equivalent to exactly 20. per cent of chromium, on the basis of 0.5 
gram of ore taken for assay. Weigh this amount of the dry powdered 
salt and transfer to a flask of about a liter capacity, add about 400 cc. 
of cold water and about 30 cc. of 1 : 1 hydrochloric acid. Cool under 
the tap, add 2 grams of potassium iodide and titrate with the thio- 
sulphate. Divide the 20 per cent of chromium present by the number 
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of cubic centimeters of thiosulphate used, to find the BertgAee value 
ah tcc: 


1 The reaction between chromic acid and potassium iodide is, CrO;+6HC1+3KI 
— CrCl;+3KCl+3H:,0+I;. According to the reaction, 1 Cr requires 3KI, or, 
52 parts by weight of Cr require 498.06 parts of KI. One per cent of. Cr, or 0.005 
gram, would then require 0.04789 gram of KI. Twenty per cent would require 
0.9578 gram of KI, or, roughly, 1 gram. 

-2The reaction between sodium thiosulphate and iodine is, 2(Na2S,0;) +2I — 
2NaI+Na.S.0s. Sodium iodide and tetrathionate are formed. 

3 Potassium permanganate, like chromic acid, is an oxidizing agent and lib- 
erates iodine from potassium iodide in the same way. Leaving out the concurrent 
reactions, which are all included in the complete reaction shown in Note 1, above, 
the oxidation of the KI may be shown as follows: 2KI+O=K,0+I1.. Of course 
this reaction does not take place by itself, but only in the proper chemical environ- 
ment. 
4In the case of copper (see COPPER, 2), Cu=I. The above reaction in Note 1 
shows that Cr=I;; accordingly, 3Cu=Cr, or, from the atomic weights, 190.71 
Cue52 Cr. This gives 1: Cu =0.2727 Cr. 

5 The reaction in Note 3 shows that O=I;. The reaction in Note 1 shows that 
Cr=I;. Then O;=I¢ and Cr.=I¢, making Crz=O3. Now when a ferrous salt is 
- oxidized, the FeO is changed to Fe,Os, that is, 2FeO, or Fe.0.,+O=Fe,0;. This 
makes Fe.=O.and Fes=O;. Comparing this with the Cr ratio for O, we have 
Fes=Cr, or, Fes=Cr. By weight, then, 167.52 Fe =52 Cr, or 1 Fe=o.3105 Cr. 


7. Another Method for Chrome Iron Ore.—While I personally 
prefer the method just described, I formerly employed the following, 
adapted from Blair.* 

Proceed exactly as in 2, 3 and 4 of the previous method, and then 
continue as follows: 

8. Acidify the filtrate with dilute sulphuric acid (z : 4) and then 
add a considerable excess—25 cc. ormore. After allowing the solution 
to cool, transfer it to a battery-jar (such as that used for iron titra- 
tions (Iron, 7) and dilute to 700 cc. with cold water. 

9. The chromium in the solution now exists as chromic acid. It is 
determined by reduction with ferrous ammonium sulphate. A weighed 
amount of the powdered salt, in excess of what is actually required, is 
added, and the exact excess is determined by titrating it with standard 
permanganate, the balance being what was consumed by the chromic 
acid. A basis for calculating the chromium is thus obtained. The 
regular permanganate used for iron may be employed. It should 

* Chemical Anal, of Iron, 
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have been carefully standardized against Sorensen’s salt or oxalic 
acid (see IRON, 11) and then calculated to iron. 

1o. The reduction and titration of the chromium solution are 
carried out as follows: 

Place several grams of the powdered and well-mixed ferrous salt 
in a weighing-bottle and carefully weigh the whole; then add the 
salt gradually, in small portions, to the chromium solution, while 
stirring, until the yellowish color has apparently entirely disappeared. 
Now, with the burette filled to the zero mark, run in a little of the 
permanganate. If it is decolorized on stirring, the iron salt is in 
excess, otherwise more iron salt should be added until a plain excess is 
attained.. The permanganate used in testing counts as part of the 
whole used in the titration. Determine the amount of the excess of 
iron salt by running in more permanganate until the first perceptible 
permanent change of tint is observed. This gives a more accurate 
end-point than titrating to a noticeable pink tint, since the green color 
of the reduced chromium tends to neutralize a faint pink. Now re- 
weigh the bottle of ferrous salt and note the total amount used. The 
next step is to determine the value of 1 cc. of the permanganate in the 
ferrous salt used, as the latter is seldom pure. Add about 1.5 grams 
more of the ferrous salt to the titrated solution, again re-weighing the 
bottle to determine the exact amount taken. Refill the burette and 
again titrate to the same end-point as before. This will show the value 
of 1 cc. in this particular ferrous salt. Apply this value of the per- 
manganate to the previous titration in determining the excess uo fer- 
rous salt. 

11. The amount of ferrous salt consumed by the dhsonie has — 
been arrived at by deducting the excess found from the total quan- 
tity taken in the chromium titration; it is now necessary to know 
' the percentage of purity of the ferrous salt. This may be calculated 
from the last titration. The permanganate, as standardized for iron, 
will show, from the cubic centimeters required for the weight of iron 
salt taken, the true percentage of ferrous iron in the iron salt. It 
should be 14.24 per cent if the saltis pure. The figure found is usually 
lower and its percentage of 14.24 should be calculated. This may 
be considered as the percentage of purity of the salt. Apply this 
correction to the weight of iron salt consumed by the chromium 
before calculating the latter. 

12. To reduce 52 parts of chromium in chromic acid to Cr2O3, 167.52 
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parts of ferrous iron are required; or 1 part Fe =o.3105 parts Cr.* 
Ferrous ammonium sulphate (FeSOs(NH4)2SO4+6H20O) contains 
14.24 per cent of ferrous iron; therefore 1 part of the salt =0.04421 
parts of chromium. Accordingly, multiply the corrected weight of 
the salt consumed by the chromium by 0.04421 to obtain the weight 
of the chromium sought, or by 0.06462 to obtain that of the Cr2Os. 

13. Method for Steel.t—This method is based upon the well- 
known fact that chromic salts can be oxidized completely to chromic 
acid by the addition of potassium chlorate to a concentrated nitric 
acid solution, and also upon the fact that the presence of nitric acid 
does not interfere with the titration of chromic acid in a cold solution 
by means of ferrous sulphate and permanganate. 

Weigh 3 grams of steel into a 4oo-cc. flask, add 35 cc. of strong 
hydrochloric acid, and boil for five or ten minutes, which will be 
found sufficient to dissolve completely even the highest chrome-steels. 
When most of the hydrochloric acid is boiled off, add 150 cc. of strong 
nitric acid and continue the boiling until no more brown fumes are seen 
at the mouth of the flask, showing that the hydrochloric acid has all 
been driven off. Remove the flask from the flame or hot plate, allow 
to cool for two or three minutes, and then add 10 grams of potassium 
chlorate in crystals. It is best to allow the solution to cool somewhat 
before adding the chlorate, in order to diminish the violence of the 
effervescence due to the action of the chlorate on the chromic salts. 
Replace on the hot plate and boil down to about 40 cc. in order to com- 
pletely decompose the potassium chlorate. It i is necessary to decom- 
pose the chlorate completely, or results will be from 0.1 to 0.2 per cent 
high, but the amount of nitric acid left in the solution is unimportant. 
At this stage the chromium will all be in the solution in the form of 
_ chromic acid. Any manganese will be precipitated as dioxide, and 
generally some crystals of potassium nitrate arising from the decom- 
position of the chlorate will have separated out. Add 100 cc. of water 
and a few drops of hydrochloric acid. This will at once dissolve the 
manganese dioxide without action on the. chromic acid. Boil the 
solution for a few minutes to remove the chlorine set free by the 
reduction of the manganese dioxide, and then cool to room tem- 


perature. Make the cold solution, contained in a battery-jar, up to 


** See Note 5 to preceding method. 
{ From paper read by A. G. McKenna before the Chemical Section of the aka 
Society of Western Pennsylvania, June 18, 1896. 
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700 cc. with cold water, and add a weighed excess of ferrous ammonium 
sulphate, as described in 10, above. Finally, titrate the excess of ferrous 
salt with permanganate and calculate the result as in 11, 12. 

In very many chrome-steels the amount of manganese is so inap- 
preciable in comparison with the chromium that for practical results 
it is not necessary to dissolve the dioxide as described above, but the 
solution after the evaporation to 40 cc. may be diluted and itrated at 
once. 

14. Rapid Method for the Determination of Chromium in Chrome 
and Chrome-nickel Steel.*—Dissolve 1 gram of the steel by warming 
in a large covered beaker with 25 cc. of the acid mixture described 
below. When solution is complete, remove from the heat and add 
about 15 or 20 cc. of cold water. Rotate the liquid in the beaker and - 
drop in at once about 1 gram of sodium bismuthate and continue to 
rotate the mixture for a few seconds. Now heat to boiling and boil 
rapidly. The permanganate formed by the sodium bismuthate will 
be rapidly decomposed and there will remain a clear violet liquid 
(manganic metaphosphate). Further boiling will complete the con- 
version of the chromium to CrOs. 

Decompose the excess of manganic metaphosphate with 3 cc., or 
more if necessary, of dilute hydrochloric acid and boil one minute. 
Cool somewhat, dilute to 200 cc. with cold water, add a slight excess of 
ferrous ammonium sulphate (as in 0) and titrate with permanganate. 
Calculate the result as in 11, 12. 

The end-reaction is very sharp, the results are accurate and an 
analysis can be completed in ten minutes. The method has not yet 
been tested in presence of tungsten and molybdenum. 

Acid mixture for dissolving the steel: 

300 cc. nitric acid, 1.42 sp. gr. 
300 cc. sulphuric acid, 1 part acid, 3 parts water. 
300 cc. water. 
100 cc. phosphoric acid, 85 per cent. 
1% grams manganese sulphate. 


*N. M. Randall, Mining Science, LXI, 56. 
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COPPER 


DurRING the many years that the iodide method for copper has been 
used in my laboratory it has been constantly studied, and from time 
to time slightly modified, until it is now the most accurate practical 
method for ores with which I am acquainted. 

While the accuracy of the electrolytic method cannot perhaps be 
exceeded, the electrolytic method as actually carried out in some 
laboratories is liable to give erroneous results, principally owing to 
the failure to remove interfering impurities found in many ores. The 
proper removal of these impurities is apt to be quite tedious and to 
involve considerable manipulation, tending to cause loss. I therefore 
give the iodide method the preference in most cases, as being more 
practical and nearly if not quite as accurate as the electrolytic at its 
best. 

1. Iodide Method.*—A standard solution of sodium thiosulphate is 
required. Make up a solution containing about 19.5 grams of the 
pure crystals to the liter.' To prevent decomposition by COz, also 
add about 4 grams of sodium or potassium hydroxide per liter. This 
will not interfere with either the copper or the lead titration. The 
solution is best kept in an amber glass bottle. Under these condi- 
tions it is very stable. . 

The thiosulphate solution may be standardized as follows: 

2. Weigh carefully about 0.2 gram of pure copper-foil and place in 
an 8-oz. flask (Whitall Tatum Co., pear-shaped) fT. Add, best from a 
small pipette, 5 cc. of strong nitric acid (sp. gr.‘1.42) which will quickly 
dissolve the copper. Dilute the solution a little and boil to expel the 
red fumes. Now dilute to about 4o cc. and add ammonia in slight 
excess. Again boil until the ammonia odor is faint and then add a 
marked excess of glacial acetic acid and continue the boiling for about a 


* Author’s modification. 
1 I usually refer to this as a “copper flask.” 
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minute longer. This last boiling is important, as it effects the neu- 
tralization or expulsion of any remaining oxidizing compounds that 
would cause a return of the blue color after titration. Sée that no 
copper salt remains undissolved. Cool to room temperature and add 
6 cc. of a 50 per cent solution of potassium iodide, or 3 grams of the 
solid. Cuprous iodide will be precipitated and iodine liberated 
according to the reaction, 


2 (Cu. 2C2H302) +4KI — Cuele +4(K.C2H302) + of, 


The free iodine colors the mixture brown. ‘Titrate at once with the 
thiosulphate solution until the brown tinge has become faint and then 
add sufficient starch solution to produce a marked blue coloration. 
Continue the titration cautiously until the last faint lilac tint is 
entirely removed by a single drop. In the case of an ore, the presence 
of lead or bismuth may change the color of the final tint, but the end- 
point is equally sharp, especially if the last few drops of thiosulphate ~ 
are allowed to fall into the center of the slowly rotating liquid, and any 
change from the surrounding surface noted. One cubic centimeter of 
the thiosulphate solution will be found to correspond to about 0.005 
gram of copper, or about 1 per cent in the case of an ore where 0.5 gram 
has been taken for assay. ‘The reaction between the thiosulphate and 
the iodine is 
2(NazS20s) +2] a 2Nal +Na2S40¢. 

Sodium iodide and tetrathionate are formed. ) 

3. Improved Determination of End-point.—With low-grade cop- 
pers the end-point is very sharp, but with high-grade material the 
large amount of precipitated cuprous iodide usually possesses a faint 
purplish tinge that is indistinguishable from the last traces of color due 
to the starch iodide. The addition of a little dilute silver nitrate solu- 
tion (say 1 cc. of a solution of 100 mg. of silver nitrate in 100 cc. of 
water) will cause the precipitation of a small amount of silver iodide, 
the slight yellowish color of which will neutralize the purplish tinge of 
the cuprous iodide, and thus render the end-point of the starch solution 
appreciably sharper. | 

4. Usual Method of Standardizing the Thiosulphate.—In the 
method of standardizing previously described, pure copper-foil is 
used. This is usually difficult to obtain, necessitating a determina- 
tion of the actual copper value of the foil used. This trouble is avoided 
by the equally accurate and much shorter method of standardization 
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as follows: Place about 100 cc. of cold water in an 8-oz. flask. Add 
about 5 cc. of glacial acetic acid, and then run in from a burette about 

35 cc. of the ordinary permanganate solution used for iron (IRON, 2). 
Now add 6 cc. of 50 per cent potassium iodide* solution and titrate 
with the thiosulphate solution while the permanganate. burette is 
draining. When near the end, add a little starch solution and finish 
the titration carefully. The end-point is very sharp, no silver nitrate 
being necessary. If the end-point is accidentally passed, add a little 
more permanganate and repeat. Finally, read both burettes. Mul- 
tiply the Fe percentage value of x cc. of the permanganate by 1.139 
to obtain the copper value? Multiply this by the number of cubic 
centimeters of permanganate used, and divide the result by the number 
~of cubic centimeters of thiosulphate required. This gives the per- 
centage value of 1 cubic centimeter of the thiosulphate in copper. All 
the figures are based on the assumption that o.5 eae of material has 
been taken for determination. 

5. Starch Solution.—The following solution is the result of per- 
sonal experiment: Make a cold saturated solution of commercial 
sodium chloride in distilled water and filter it. To 500 cc. of this 
solution add roo cc. of glacial acetic acid and 3 grams of starch. 
Mix cold. Boil until nearly clear, about two minutes. Add a little 
water to replace that lost by boiling, perhaps 25 cc. A true solution 
of all the starch is thus obtained. No filtering or settling is required 
and the solution may be cooled and used at once. It keeps indefinitely 
and gives sharper end-points than the ordinary starch liquor. 

6. Treatment of an Ore.—To 0.5 gram of the ore in an 8-oz. flask 
add 10 cc. of strong hydrochloric acid and 5 cc. of strong nitric acid. 
Boil until decomposition is complete, using more of the acids if neces- 
sary (and enough at the end to hold all soluble salts in solution), and 
then add 8 cc. of strong sulphuric acid and boil to abundant fumes, 
best over a free flame, but do not boil off much of the sulphuric acid.t 

Aiter cooling, boil with about 3o cc. of water for a moment and then 
allow to stand, hot, until any anhydrous ferric sulphate has entirely 
dissolved; then filter through a g-cm. filter to remove more especially 
any lead sulphate. Receive the filtrate in a beaker about 6-cm. in 
diameter. Wash the filter and residue at least six times with hot water. 


* so grams of KI dissolved in water and diluted to 100 cc. 
} If impure sulphur separates, it is best cleaned by allowing the strong sulphuric acid 
to continue just at a boil (so as not to evaporate much) for some time. 
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The final volume of the filtrate will ordinarily not much exceed 75 cc. 
Place in the beaker a piece of stout sheet aluminum about an inch and 
a half square and with the alternate corners bent in opposite directions 
for about a quarter of an inch, so as to prevent the plate from lying 
flat on the bottom. (The same aluminum may be used repeatedly 
as it is but little attacked each time.) 

7. Cover the beaker and heat to boiling.. After boiling about ten 
minutes the copper shozld be all precipitated, if the volume of the 
solution did not much exceed 75 cc. Asa test, inject a little hydrogen 
sulphide water from a wash-bottle through the lip of the beaker. If 
more than a faint brown color is produced, boil longer, until the solu- 
tion clears by coagulation of the precipitate, and again test. Do not 
boil to very small bulk, as some of the precipitated copper might then 
redissolve. Add water, if necessary, to prevent this. The hydrogen 
sulphide test will finally become negative, or show only a faint brownish 
tinge. Now remove from the heat and wash down the cover and sides 
of the beaker with hydrogen sulphide water. This will prevent any 
of the finely divided copper from becoming oxidized and dissolved and 
will also precipitate any traces of copper that may still remain in solu- 
tion. (It should be understood that there is no difficulty in precip- 
itating all the copper as metal in every case.) 

Decant through a 9-cm. filter (using a loop funnel by preference), 
and then, without delay, rinse the copper into the filter with a jet of 
hydrogen sulphide water, leaving the aluminum, as clean as possible, 
in the beaker. Traces of adhering copper will be recovered later. 
Wash filter and precipitate six times with hydrogen sulphide water. 
Allow to drain completely each time; but never permit the filter to 
remain drained a single moment, until the washing is finished, or 
copper may oxidize and run through. 

8. Now place the original clean flask under the funnel, then open 
the filter carefully and spread it smoothly in the funnel, against one 
side. With a jet of hot water, using as little as possible, wash the 
precipitate into the flask. If it is apparently too bulky to pass easily 
through the funnel, proceed as follows: Support the paper, scoop- 
shaped, in the hand, over the flask, and wash in the main portion of the 
precipitate, then replace it in the funnel, with the flask underneath, 
and wash in the remainder. 

Pour 5 cc. of strong nitric acid over the aluminum in the beaker, 
shake it about so as to dissolve any adhering copper, and then pour 


82 COPPER 


from the beaker over the filter, still retaining the aluminum in the 
beaker. Without washing beaker or filter at this stage, collect the 
filter into a small compass with a glass rod, and push it gently, with 
moderate compactness, into the apex of the funnel. Level the top of 
the mass, but avoid compressing so tightly as to greatly impede filtra- 
tion. Next, remove the flask and replace it with the beaker. 

Boil the mixture in the flask to dissolve the copper and expel the 
red fumes. If the liquid is too dilute, so that the copper fails to 
dissolve immediately, continue boiling until solution of everything is 
complete, including any copper sulphide present. Finally, again 
place the flask under the funnel. Now pour over the filter 5 cc. or 
more of saturated bromine water, or enough to impart a distinct color 
to the liquid in the flask. The bromine cleanses any residue still. 
adhering to the filter, but its most important function is to insure 
the highest state of oxidation of any arsenic or antimony in the solu- 
tion? Now wash the beaker and aluminum with hot water, pouring 
through the filter, then wash the filter six times. ‘The final volume in 
the flask need not much exceed 50-60 cc. 

Boil the solution until the excess of bromine is entirely expelled 
and the volume is reduced to perhaps 25 cc. Cautiously add a small 
excess of ammonia, to the boiling liquid, allowing it to run slowly 
down the side of the flask (usually 10 cc. or a little more). Boil off 
most of the excess, that is, until the odor is faint. Now add 5 cc. of 
glacial acetic acid and boil for about a minute more. This last boiling 
is very important, as it tends to remove the last traces of oxidizing 
compounds that might cause a return of the blue color at the end of the 
titration. Cool completely under the tap. ) 

Dilute to about 30 cc., if necessary, add potassium iodide in the 
porportion of 2 cc. of a 50 per cent solution for every 15 per cent of 
copper assumed to be present, but never less than 2 cc. in any case, 
and titrate with standard sodium thiosulphate solution as described 
for the standardization. Multiply the cubic centimeters of thiosul- 
phate required by the percentage value of 1 cv. to obtain the result. 

9. It is best to boil off as much of the free ammonia as possible, 
before acidifying with acetic acid, in order to avoid the formation 
of too much ammonium acetate, which has a retarding effect on the 
reactions of the subsequent titration. The point cannot be told, if 
much copper is present, by the absence of an ammoniacal odor, as the 
blue copper-ammonium salt gradually decomposes and gives off 
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ammonia. It is usually best to add the acid when the smell of ammo- 
nia has become rather faint. Boiling too long does no harm unless a 
bluish deposit forms on the flask. This may be copper arsenate or 
hydroxide, which frequently dissolves with great difficulty in acetic 
acid. Always look for this deposit before adding the acetic acid, and, 
when observed, cautiously add enough ammonia to dissolve it, again 
boiling off any great excess. A precipitate of any nature, due to over- 
boiling, which does not deposit on the flask, will usually do no harm, 
and the copper contents will be subsequently taken up by the acid. 
A light-colored flocculent precipitate, sometimes observed in the acetic 
acid solution, perhaps aluminum hydroxide, is ordinarily without 
effect. If the cooling, before titration, causes the separation of crys- 
tals of copper acetate, they should be redissolved by warming with a 
little more water and the solution again cooled. 

10. Notes.—According to the equation previously given, 0.5 gram 
of copper requires 2.61 grams of potassium iodide. While direct 
experiment shows this to be apparently true, yet when only the the- 
oretical amount of potassium iodide is present the reaction is slow, 
and in fact does not appear to proceed to completion until during the 
titration, which is thereby unduly prolonged. It is always best, 
therefore, to use an excess, but as the iodide is expensive the quantity 
used should be governed by the amount of copper present, which can 
always be estimated approximately. Allow, say, 1 gram of potassium 
iodide for every 15 per cent copper, when 0.5 gram of ore is taken for 
assay. It is convenient to prepare a solution containing 50 grams of 
potassium iodide in too cc. A 2-cc. pipette will thus deliver 1 gram of 
the salt. No error will be introduced in a doubtful case by adding 
more potassium iodide after the titration is apparently finished and 
resuming the operation if the blue color is thereby restored. 

11. Zinc and silver do not interfere with the assay. Lead and 
bismuth are without effect, except that by forming colored iodides 
they may mask the approach of the end-point before adding starch. 
Arsenic and antimony, under the treatment described, have no influ- 
ence. The return of the blue tinge in the titrated liquid after long 
standing is of no significance, but a quick return, which an addi- 
tional drop or two of the thiosulphate does not permanently destroy, is 
usually an evidence of faulty work. 

12. In such a case it is not necessary to begin the determination 
anew. ‘The following procedure will permit a repetition of the titra- 
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tion: Add 10 cc. of strong nitric acid and heat the mixture to boiling. 
Heat very cautiously at first until the iodine set free is mostly expelled; 
otherwise the mixture may foam over. Now manipulate the flask 
in a holder over a free flame and boil the solution down as rapidly as 
desired until only about 5 cc. are left. Dilute with 25 cc. of hot water 
and boil again for a short time to expel any red fumes. Now adda 
slight excess of ammonia and finish in the usual manner.* 


1 At the rate of 19.53 grams per liter, 1 cc. of the solution will theoretically equal 
0.005 gram of copper, or 1 per cent on the basis of o.5 gram of ore being taken for 
analysis. The figure may be arrived at by considering the reactions given in 2. 
The first reaction shows that 2Cu=2I, or, Cu=I. The second reaction shows 
that 2(NaS,0;) =2I, or, Na:S,O;=I. This makes Cu=Na,S.Os, or, considering 
atomic weights, 63.57 parts by weight of Cu=158.12 parts of Na.S.,O;. The 
formula of crystallized thiosulphate, however, is Naz2S,0;+5H.O. ‘The molecular 
weight of the crystallized salt, then, is 248.20 instead of 158.12. Wecan now make 
the proportion 63.57 : 248.2=0.005 : x. x=0.01953. This is the weight, in 
grams, of pure crystallized thiosulphate which is equal to 0.005 gram, or I per cent 
of copper. This amount should be in 1 cc., equal to 19.53 grams per liter. There 
need be no special effort to make a theoretically correct solution. The purity of 
the thiosulphate cannot be depended on, and, in any event, the crystals may have 
lost some of their combined water by drying. An approximately correct solution, 
occasionally re-standardized, is quite sufficient. 

2 Both cupric copper and permanganate are oxidizing agents which act on 
potassium iodide and liberate iodine. The simplified reaction may be considered 
as follows: 2KI+O=K.,0-+2I. 1 oxygen thus liberates 2I. Note 1, above, 
shows that 2Cu=2I; therefore 2Cu=O. Now when ferrous iron is oxidized, the 
change is from FeO to Fe,0;._ Thus 2FeO, or, Fe.O., +O =Fe.O;. This shows that 
2Fe =O, which, compared with the above Cu ratio, gives 2Fe=2Cu, or, Fe=Cu. 
Introducing the atomic weights, we have 55.84 Fe =63.57 Cu, or, 1 Fe=1.139 Cu. 

3 The reaction, in case any ous compounds of arsenic or antimony are present, 
is in accordance with the following: H;AsO;+Br.+H.O — H;AsO.+2Brl. This 
reaction is reversible, but, under the conditions prevailing, proceeds as shown. 
It is easily realized that if bromine is not thus allowed to convert the ous to ic 
compounds, the liberated iodine will do it later, and any iodine thus consumed will 
cause a correspondingly low copper result. ‘ 

4A simple method of determining the true end-point, when it has been slightly 
passed, is as follows: Add, from a burette, a counted number of drops of perman- 
ganate, of any strength, until the color returns. Continue the titration carefully 
to the end and take reading of burette. Now add the same number of drops of 
permanganate as before, and again titrate and take reading. Subtract the amount 
of thiosulphate last required from the previous reading to obtain the true reading. 
Example: Had passed the end-point at 16.8 cc. After adding 5 drops of perman- 
ganate the blue color was restored. Reading, 17.2 cc. Added 5 drops more 
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and again titrated. Reading, 18.1 cc. Difference from last reading, 0.9 cc. 
Subtract this from last reading, 17.2 —0.9 = 16.3, the true end-point. 


13. Short Iodide Method.*|—To o.5 gram of the ore in an 8-oz. 
“copper flask ’’ add ro cc. of strong hydrochloric acid and 5 cc. of 
strong nitric acid. Heat gently to decompose the ore, then add 4 cc. 
of strong sulphuric acid and boil almost to dryness, best over a free 
flame with the flask in a holder. Allow to cool. 

Add 50 cc. of water and heat to boiling, then add 5 cc. of strong 
bromine water and boil until all the bromine is expelled. By this time 
all anhydrous ferric sulphate should be in solution. , 

Remove from the heat and cautiously add strong ammonia until 
its effects are plainly apparent, by a partial precipitation of ferric 
hydroxide or otherwise, but avoid an unnecessary excess. 

Now add 7 cc. of glacial acetic acid, or sufficient to render the 
solution strongly acid. Boil for about half a minute and then cool 
completely under the tap. 

Add 2 grams (usually roughly measured after trial) of powdered 
sodium fluoride, and then, after mixing, 4 cc., more or less, of potas- 
sium iodide solution containing 50 grams in I00 cc. 

Titrate with standard sodium thiosulphate solution (about 109.5 
grams per liter) until the brown iodine color is faint, then add a little 
starch liquor and continue the titration until the last drop, falling into 
the center of the nearly quiescent liquid in the flask, produces no 
further decolorization. It is best to read the burette just previous to 
this last drop trial, as the addition may prove to be unnecessary. 

It is usually safer to now add a little more potassium iodide, to see 
if the operation is actually finished, and continue the titration if the 
additional iodide causes a return of the blue tinge. 

The following elements do not interfere: As, Sb, Sn, Hg, Zn, Cd, U, 
Ni, Co, Fe, Mn, Bi, Mo, Ag, Pb. Vanadium interferes. Chromium 
interferes by forming an insoluble anhydrous sulphate which holds 
copper. It similarly interferes in the long method. The trouble may 
be avoided by using no sulphuric acid in the decomposition. 

A noticeable feature of this short method is the larger excess of 

* Maier, Eng. and Min. Jour, Feb., 1819, pp. 372-3. Modified by the author. 
t According to my personal tests the results obtained by this method are apparently 
as accurate as those by the long method. In almost every instance I unhesitatingly give 


this method the preference. About the only objection I have found is the greater amount 
of potassium iodide usually required, this being an expensive salt, 
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potassium iodide required. This is apparently due to the larger excess 
of salts in solution than in the long method, these salts retarding the 
reactions, although certain elements appear to show this effect more 
than others, especially Ni, Co, Mo and U. : 

14. Electrolytic Method.—To 1 gram of the ore in an 8-oz. flask 
add 10 cc. of strong hydrochloric acid and § cc. of strong nitric acid. 
Boil gently until decomposition is complete, using more of the acids if 
necessary. If the evaporation of the liquid causes a separation of 
soluble salts, add enough hydrochloric acid at the end to again bring 
them into solution. Finally, add 8 cc. of strong sulphuric acid and 
boil, best over a free flame, to abundant fumes. After cooling, boil 
with about 30 cc. of water for a moment and then allow to stand, hot, 
until any anhydrous ferric sulphate has entirely dissolved. If silver is 
likely to be present add a single large drop of strong hydrochloric acid 
just previous to the boiling, to precipitate it as chloride. Filter, wash- 
ing filter and residue at least six times with hot water. Dilute the 
filtrate to about 300 cc. (the dilution is unnecessary if the amount of 
copper is small) and pass in hydrogen sulphide until the copper is all 
precipitated, as shown by the clear condition of the supernatant liquid. 
Filter off the sulphides, washing well with hydrogen sulphide water. 
Now rinse the precipitate back into the beaker as completely as pos- 
sible, with hot water, place the beaker under the funnel and pour 
through the latter a hot mixture of 5 cc. of a moderately strong 
colorless solution of sodium sulphide and 15 cc. of water. Remove 
the beaker, stir the contents well, and, either immediately or after 
warming a few minutes, according to the amount of arsenic and 
antimony apparently present, filter through the last filter again. A 
second extraction is rarely necessary. Wash out the beaker with hot 
water and then wash the precipitate well with hot dilute sodium 
sulphide solution. Reserve the filtrate, which almost invariably 
contains a little dissolved copper. Rinse the residue back into the 
beaker with hot water, using as little as possible. It is difficult to get 
the filter very clean and it is not necessary. Place beaker and con- 
tents once more under the funnel and pour through the latter a hot 
solution of about 2 grams of potassium cyanide in about 15 cc. of 
water. Remove the beaker and replace it with the original flask. 
Heat and stir the mixture in the beaker until the copper sulphide is all 
dissolved, adding more potassium cyanide if required, but avoiding a 
great excess. Sulphides of bismuth, cadmium, etc., will remain 
undissolved. Again filter through the last filter and wash ten times 
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with hot water. Use small washes each time to avoid a bulky filtrate. 
Remove flask and filtrate to a hood, add 5-6 cc. of strong sulphuric 
acid (this is usually a sufficient excess), heat to boiling and boil to 
fumes. Finally, finish over a free flame until nearly all the excess of 
acid is expelled. Allow to cool with the flask inclined, to prevent the 
cake which may form from cracking the glass. The addition of a little 
nitric acid to the sulphuric acid mixture causes a more rapid solution 
of the copper sulphide, but this is a disadvantage, as the mixture is 
then liable to bump badly. Dissolve the cool cake or residue in about 
25 cc. of water. During these operations attention may be turned to 
the reserved filtrate, which usually contains an appreciable amount of 
copper. Acidify it with hydrochloric acid, stir well to coagulate the 
precipitated sulphur, filter, and wash with hydrogen sulphide water. 
Ignite the filter and contentsdn a platinum dish at a dull-red heat until 
the carbon of the paper is entirely consumed. Be very careful to do 
this at as low a temperature as possible. All the arsenic and antimony 
will be expelled. Warm the residue with a few drops of nitric acid and 
add the solution to the main portion in the flask. To the latter now 
add 3 cc. of strong nitric acid, transfer the solution to a suitable beaker, 
dilute, and electrolyze as described below. 

15. Electrolysis of the Copper Solution.—The solution should have 
a volume of about 125 cc. and contain several cubic centimeters of 
strong nitric acid (sp. gr. 1.42). The amount of free nitric acid neces- 
sary is not narrowly limited. It is gradually changed to ammonia by 
the electrolysis, and therefore, if too little be present, the solution may 
become alkaline. On the other hand, too much acid retards or may 
prevent the deposition of the copper. I usually use an excess of about 
3 cc. in the above volume of liquid, but 7 or 8 cc. may be safely 
employed, with the advantage of preventing, in a large measure, the 
deposition of any arsenic that may have escaped extraction. 

The following apparatus may be used: A cathode consisting of a 
plain platinum cylinder 5 cm. long and 2.5 cm. in diameter. It hasa 
total surface of about 78.5 sq. cm. and weighs about 12.5 grams. It is 
supported by a strong platinum wire attached to the top. An anode 
consisting of a stout platinum wire rising from the center of a base 
made by coiling the wire around itself closely so as to form a circular 
disk. It weighs about 8.5 grams. A beaker suitable for the above 
electrodes, having a diameter of about 5 cm. and a height of about 
8-9 cm. 

The volume and acidity of the solution having been properly 
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adjusted and the cathode cleaned, ignited, and weighed, the elec- 
trodes are inserted and suitably supported in the beaker, and the 
latter is covered with a split watch-glass, which permits the wires to 
pass through the center, leaving an opening of only a small crack. 
Adjust the anode within the cathode with its base almost touching the 
bottom of the beaker. The bottom of the cathode should come about 
one-fourth of an inch above the base of the anode, and the top of the 
cylinder should project a little above the surface of the solution. 

Now connect with the battery and electrolyze. The cathode 
should be connected with the zinc pole of the battery. The current 
density should be NDioo=0.5-1 amp. Electrode tension, 2.2-2.5 
volts. ‘Temperature, 20°-30° C. . Time required, four to five hours. 
For details as to the attainment of these conditions see ELECTROL- 
ysis, 7. (In my own work, using a direct 220-volt current from 
a dynamo and a bank of lamps as a resistance—which reduces the 
tension to about 2.2 volts—I usually employ, with the above apparatus, 
from 0.2 to 0.4 amp., according to the amount of copper present, and 
allow to run overnight.) 

When the solution has become colorless and the copper is appar- 
ently all deposited, immerse the cathode deeper in the liquid, or better, 
raise the level of the latter by rinsing the cover and sides of the beaker, 
and allow the current to run for half an hour longer. The fresh 
platinum surface will show whether copper still remains in solution. 
Finally, at the end, lower the beaker from the electrodes, with the 
current still passing, and at the same time rinse.off the adhering acid 
solution with a stream from the wash-bottle. Immediately replace 
the beaker with another of distilled water and then stop the current. 
Remove the cathode and wash off the water with alcohol. Allow to 
drain a moment on filter-paper and then dry at about 100° C., cool © 
to room temperature, and weigh. The excess over the original weight 
of the electrode represents the copper in the weight of ore taken. 

It is always a good plan to clean the:electrode again with nitric 
acid, and after igniting and weighing it, replace it once more in the 
solution and electrolyze for a short time to make certain that all the 
copper is removed. | 

The above description will serve very well for those who have to 
make electrolytic copper assays only occasionally. By means of 
special arrangements of a less simple nature, including the rapid 
rotation of one of the electrodes, all the copper in an assay can be 
satisfactorily deposited very quickly, perhaps in fifteen minutes. 
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Detailed descriptions of experiments in this direction can be found in 
the chemical literature of the past few years. 

16. Simpler Electrolytic Method.—The main trouble encountered 
in the electrolytic method is the removal of impurities that might 
deposit with the copper. The method just described, while accurate, 
is long and tedious. A much simpler method, which will suffice in 
most cases, is as follows: 

Proceed with 1 gram precisely as in the regular iodide method, 
removing silver, however, as in 14, until the washed precipitated 
ccpper on the filter is ready to be dissolved in nitric acid. Now 
remove the filter, wrapping it around the precipitate, and place the 
whole in a small porcelain crucible. Ignite gently until the paper is 
consumed and then heat to redness for half an hour or more, avoiding 
’ such an intense heat as might melt the oxide of copper formed. Such 
impurities as arsenic and antimony are to a large extent volatilized. © 
Finally, allow to cool, pour a little nitric acid in the crucible and warm 
gently until the copper is all dissolved. Transfer the solution to the 
beaker used for electrolysis, bring to the proper conditions (15) and 
electrolyze as usual. 

17. Electrolytic Methods of the Anaconda Copper Mining Co.*— 
Allow about 0.11 ampere for each determination. With the present 
arrangements at Anaconda, this gives a feeion of from 1.40 to 2.30 
volts. 

In all cases a drop of the electrolyte is brought in contact with a 
drop of hydrogen sulphide water, to test if copper has been com- 
pletely deposited. 

The platinum cylinders with deposited copper are washed in water, 
then alcohol, dried on a steam-bath, and weighed. , | 

If the deposited copper is dark from presence of arsenic, it is s dis- 
solved in 8 cc. of nitric acid, diluted with water and electrolyzed 
again, care being taken to remove from the current soon after the 
complete deposition of the copper. 

Copper may be separated from bismuth, antimony, and arsenic by 
precipitation as sulphocvyanate. ‘The precipitate is washed thoroughly, 
ignited gently in a porcelain crucible, dissolved in 7 cc. of nitric acid, 
and the copper is then determined electrolytically. 


(Note by the Author.—All methods that depend upon the precipitation of copper as 
sulphocyanate should be avoided for accurate work. I have never found the precipita- 
tion to be complete.) 


* F, W. Traphagen, Western Chem, and Met., Vol. 6, 192. 
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In samples containing arsenic, antimony, tellurium, and selenium, 
such as electrolytic slimes, add 100 mgs. of iron to the nitric acid 
solution of the sample from which silver has been removed as chloride. 
Add ammonia to precipitate iron and still have the solution acid. 
Bring to a boil, settle, filter off the iron precipitate, redissolve it, and 
again precipitate as before. A third precipitation may be necessary 
to be certain of having all the copper in solution. Combine the fil- 
trates, evaporate sufficiently, add nitric acid, and electrolyze. The 
iron precipitate holds the arsenic, antimony, tellurium, and selenium. 

Converter Copper.—Dissolve 0.5 gram in 8 cc. nitric acid, 8 cc. 
water and 1 cc. sulphuric acid, keeping the beaker covered during 
solution. When solution is complete and the fumes expelled, dilute 
with water and electrolyze. 

In the copper determinations on mattes and converter copper, 
the percentage of silver, as determined by fire assay, is deducted from 
the combined percentages of copper and silver found by electrolysis. 
(291.66 oz.=1 per cent.) The silver may be precipitated with just 
sufficient dilute sodium chloride solution, an excess being carefully 
avoided, and after the silver chloride has been filtered off, the copper 
may be deposited alone. 

Mattes.—Moisten 1 gram of the sample with a few drops of water, 
add 8 cc. of nitric acid and 1 cc. of sulphuric acid. Run to dryness 
on steam-bath. Take up with water and 8 cc. of nitric acid. Filter 
and electrolyze. : 

Slags.—Decompose 2 grams in a platinum dish with 8 cc. nitric 
acid, 8 cc. hydrofluoric acid, and 1 to 2 cc. sulphuric acid. Evaporate 
to sulphuric acid fumes. ‘Take up with water and ro cc. of nitric acid 
and electrolyze. 

Sulphide Ores.—Weigh 1 gram of the eee into a beaker (33 
in high and 2} in. in diameter). Add 8 cc. of nitric acid and a little 
potassium chlorate. Evaporate to complete dryness on steam-bath. 
Take up with water and from 6 to 1o cc. of nitric acid. Dilute suf- 
ficiently, allow to settle and then electrolyze. . 

Oxidized Ores.—Take 1 gram of the sample. Evaporate to dry- 
ness with 8 cc. of nitric acid. Add to cc. of hydrochloric acid and 2 cc. 
of sulphuric acid, and evaporate to sulphuric acid fumes. Take up 
with water and 8 cc. of nitric acid, dilute sufficiently, settle, and elec- 
trolyze. 

18. Rapid Electrolytic Method.—By employing a strong current 
copper can be deposited very rapidly, but, in the ordinary electrolytic 
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cell, much of the deposit is then apt to be non-coherent or detached 
and quite unfit for handling and weighing. This trouble has been 
overcome by the use of arrangements which rotate one of the elec- 
trodes or the electrolyte. ‘These devices are complicated and costly. 
It has, however, been found that almost equal rapidity may be 
attained by the use of a specially prepared gauze cathode.* This 
electrode is made of 52-mesh platinum wire gauze. It is about 1 inch 
in diameter and 13 in. long, of cylindrical shape and corrugated and 
-sand-blasted. With 75 cc. of solution and a current of from 8 to 10 
amperes and 3 to 4 volts, the copper is usually completely deposited in 
ten to fifteen minutes. The character of the deposit on the prepared 
electrode is all that could be desired. 

Ores may be treated as described in 14 until the copper, free from 
interfering elements, is finally obtained in solution as sulphate. Neu- 
tralize the excess of sulphuric acid with ammonia, then add an excess 
of 3 cc. of strong nitric acid, transfer to a tall electrolysis beaker, dilute 
to 75 cc. and electrolyze with a current of the above strength. The 
end of the operation may be determined by testing a ra of the elec- 
trolyte with a drop of hydrogen sulphide water. 

In the absence of interfering elements the process may be greatly 
simplified, even filtration being omitted when the insoluble residue 
is slight or settles well.. The final conditions, however, as described 
above, must always’be the same, and the solution must be free from 
chlorides. 

Arsenic, if present only in small amount, will not deposit with 
the copper. Therefore, if the deposited copper is darkened with 
arsenic, it usually suffices to redissolve it in nitric acid and ig 
it once more. 

19. Cyanide Method.—In this method the copper is obtained in a 
blue ammoniacal solution and its amount is estimated from the quan- 
tity of standard solution of potassium cyanide required to discharge 
the blue color. The results of the cyanide titration are exact if cer- 
tain conditions are always maintained. It is found that for the same 
amount of copper: 

1. A concentrated solution requires more cyanide for decoloration 
than a dilute solution. | 

2. A hot solution requires less cyanide than a cold one. 

3. In any case when, from a rapid addition of cyanide, the color 


*R. C. Benner, Jour. Ind. and Eng. Chem., May, 1910. Benner’s electrodes may be 
obtained of the Denver Fire-Clay Co, 
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has become rather faint, it may, by simple standing; continue to fade, 
and perhaps entirely disappear. | | 

4. If the amount of cyanide added is insufficient to effect complete 
discharge of color, even after allowing the copper solution to stand for 
several minutes, the titration may then be finished without alteration 
of the final result. e3 

It is evident from the foregoing facts that in order to obtain correct 
results the titrations for unknown amounts of copper must be made 
under conditions that do not differ materially in the following partic- 
ulars from those governing the standardization of the cyanide solu- 
tion: 

1. Temperature. 

2. Rapidity of the final additions of cyanide. 

3. Final volume of solution. ° 

Besides the physical conditions just enumerated, there are chemical 
conditions that affect the result, such as presence of a large amount of 
chlorides, a large excess of ammonia, etc. Such abnormal conditions 
require no special consideration, since they are all easily avoided by 
following the method to be described. 

20. Standardization of the Cyanide Solution. —Dissolve pure potas- 
sium cyanide in distilled water in the proportion of 21 grams to the 
liter. Weigh accurately about 0.2 gram of pure copper-foil and dis- 
solve it in an 8-oz. flask in 5 cc. of strong nitri¢d acid (sp. gr. 1.42). 
Dilute with 25 cc. of water and add 5 cc. of a saturated solution of 
bromine in cold water. Boil the mixture until the bromine is appar- 
ently expelled. Now add 50 cc. of cold water and ro cc. of strong 
ammonia (sp. gr. 0.90). Cool to the ordinary temperature by placing 
under a tap or in cold water. Titrate with the cyanide solution in a 
slow, cautious manner, and as the end-point is approached, as shown 
by the partial fading of the blue color, add distilled water so as to 
bring the volume of the solution to approximately 150 cc. Finish 
the titration by careful and regular additions of cyanide, finally 
decreasing to a drop at a time and agitating the flask with a rotary 
movement after each addition, until the blue tint can no longer be 
detected by holding the flask against a light-colored background.* 
It is, of course, very essential that there should be no haste and no 
prolonged delay in these final additions of cyanide. Simply adopt a 
regular, natural manner, that can easily be repeated in all subsequent 
titrations. 

_ * Some operators prefer a porcelain casserole and stirring-rod to a flask. 
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From the amount of cyanide solution required for the weight of 
copper taken calculate the value of 1 cc. in copper. 
| Keep the standard solution in a cool place not exposed to direct 

sunlight. Under these circumstances it holds its strength fairly well, 
but still it gets weaker from the decomposition of the cyanide and 
should be restandardized weekly. 

21. Treatment of Ores, etc.—Treat 1 gram, or 0.5 gram if the 
material seems to contain 4o per cent or over, in an 8-oz. flask with 
to cc. of strong nitric acid. Boil gently until decomposition appears 
to be complete and then add about 7 cc. of strong sulphuric acid and 
heat the mixture over a free flame until all the nitric acid is expelled 
and the residuary sulphuric acid is boiling freely and evolving copious 
fumes. Remove from the flame and allow to cool. Ores that are not 
decomposed by this treatment must be attacked in some special man- 
ner for which no general directions can be given. Sometimes the 
addition of hydrochloric acid is all that is necessary. It is advisable 
in any case not to add the sulphuric acid until the ore appears to be 
well decomposed. 

To the residue in the flask add 20 cc. of cold water and heat the 
mixture to boiling. If the ore is likely to contain an appreciable 
amount of silver, add a single drop of strong hydrochloric acid and 
agitate the liquid so as to collect the silver chloride in clots. One 
per cent of silver, or 292 0z. per ton of 2000 Ibs., will increase the 
apparent copper contents about 0.29 per cent. Allow to stand, 
hot, until any anhydrous ferric sulphate is entirely dissolved and then 
filter, washing flask and filter with hot water. Return the filtrate to 
the original flask. ‘The volume of the solution should not much exceed 
60 cc. at this point. Now place in the flask three pieces of stout sheet 
aluminum, each about 13 in. long by 3 in. wide, and heat the mixture 
to boiling. Boil for perhaps five or ten minutes, according to the vol- 
ume of the liquid and the appearance of the aluminum. When the 
copper is all precipitated the aluminum will usually appear bright and 
clean, or it will become clean by agitating the flask so as to loosen the 
adhering copper. Remove from the lamp, add about 15 cc. of strong 
hydrogen sulphide water, which will insure the complete precipitation 
of the copper, allow to settle a moment, and then decant through a 
g-cm. filter, retaining in the flask the aluminum and as much of the 
copper as possible. Wash the precipitated copper two or three times 
by decantation with weak hydrogen sulphide wat@r, using about 25 cc. 
each time and pouring through the filter. Drain the flask as com- 


94 COPPER 


pletely as possible the last time. Now place the flask under the funnel 
and pour through the latter to cc. of a warm mixture of equal volumes 
of strong nitric acid and water. Do not wash the filter at this point, 
but remove the flask and replace it with a beaker. Shake the acid 
about in the flask gently, so as to dissolve all the copper, warming 
slightly if necessary, but avoid heating more than is required to just 
dissolve the copper, or the aluminum may be attacked. When solu- 
tion is complete, pour the entire contents of the flask into the beaker | 
that was placed under the funnel, washing only the lip of the flask, 
and then pour the solution back into the flask again, retaining the 
aluminum in the beaker. Wash the aluminum thoroughly and then 
replace the flask under the funnel. Now pour into the filter 5 cc. of a 
cold saturated solution of bromine in water, and when it has run 
through wash the filter with hot water. The bromine is to cleanse any 
dark sulphur left from the copper sulphide on the filter. In the above 
operations avoid increasing the bulk of the solution more than neces- 
sary. Boil the solution in the flask until the bromine is expelled, 
then cool somewhat and add 10 cc. of strong ammonia (sp. gr. 0.90) 
and then continue the cooling to room temperature. T itrate the cool 
solution with the standard cyanide solution cautiously until the blue 
color is discharged to a considerable extent and it is evident that the 
end-point is not far off. 

It frequently happens at this point that the liquid is more or less 
cloudy. When this is the case it should, for accurate work, be filtered. 
If the titration has been carried too far before. filtration, the faint- 
blue tinge is likely to fade completely away, thus spoiling the assay. 
On the other hand, if filtered early in the titration, a second milkiness 
may develop later. Filter the partially titrated solution through a 
12.5-cm. filter. One washing will usually suffice. Finish the titration 
very carefully on the clear, pale-blue solution, precisely as in the 
standardization previously described. ‘Toward the end dilute if 
necessary, so as to obtain a final volume of about 150 cc. 

The number of cubic centimeters of cyanide solution required, 
multiplied by the copper value of 1 cc., will give the weight of copper 
contained in the amount of ore taken, from which the percentage is 
readily calculated. 

None of the ordinary constituents of ores interfere with the method 
as described. ; | 

22. Guess’ Electrolytic Method for Ores, etc.—Mr. G. A. Guess 
‘observed, in the course of some electrolytic copper work, that a 
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“nitro” preparation, formed by the action of strong nitric acid on a 
certain petroleum product, when added to the usual nitric acid 
electrolyte, permitted the employment of a strong current, with a 
corresponding shortening of the time of deposition, without injuring 
the reguline nature of the deposit. Thus the usual period of eight 
to twelve hours was reduced to three. At the same time it was found 
that even large amounts of arsenic and antimony did not interfere, 
and the deposited copper remained bright and uncontaminated. 

The following are the details of the method: 

The Nitro Compound.*—Heat very gently a mixture of about 10 
grams of vaseline and roo cc. of strong nitric acid. When all action 
has ceased, dilute to about 300 cc. and allow to stand for twenty-four 
hours. After the straw-colored liquid has been filtered, it is ready 
for use. 

The Electrodes.—These are of the Guess-Haultain design and are 
made of o.oor-in. platinum foil. The cathode is 12.5 cm. long and is 
divided into a blade 4 cm. wide and 6.25 cm. long, anda central tongue 
0.7 cm. wide and 6.25 long, the immersion area being 50 sq. cm. and 
weight 1.5 grams. The blade is first sand-blasted and then cor- 
rugated lengthwise, in order to impart the necessary rigidity. The 
sand-blasting is to permit a firmer adhesion of the deposited copper, 
which is otherwise liable to fly off during the final drying. 

The anodes are 12.5 cm. long and 0.5 cm. wide with a median 
corrugation. Three electrodes are used in each cell; one cathode 
in the middle and one anode on each side of the cathode. These 
electrodes are connected to slotted aluminum terminals, in which 
they are held by contact pressure. The terminals are 3-in. rods, 
projecting 2 in. hdrizontally in front of the wall of the cabinet; at 
the back, the middle electrode (cathode) is connected with one pole 
of the current, and the two outer ones (anodes) with the other pole. 

The Procedure.—Weigh the ore into a tall narrow beaker of about 
200 cc. capacity, suitable for the electrolysis. Digest with 7 cc. of 
nitric acid and boil until the red fumes are expelled. Add about 
3 cc. of the prepared nitro compound, nearly fill the beaker with water 
and allow to stand and settle fora moment. Insert the electrodes and 
electrolyze with a current of 1.5 amperes for three hours. 

There should be no evolution of gas whatever at the cathode during 
the electrolysis. Gas is frequently evolved when the current is first 


turned on, but if it is turned off for a second and then on again, the 
* Modification of Messrs, Cavers and Chadwick, Eng. and Min. Jour., Vol, 89, 954, 
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bubbles should cease. Gas may again appear at the end of three hours, 
when the assay is finished. 

The cathode with the deposited copper is. finally removed, dried, 
and weighed in the usual manner (15). 

23. The Colorimetric Determination of Copper.*—The colori- 
metric method is applicable only in the case of products containing 
small amounts of copper, such as slags and tailings. It is based upon 
the depths of color produced by cupro-ammonium nitrate, and, with 
proper precautions, it is a delicate and accurate means of determining 
small percentages of copper. To secure accuracy it is necessary to 
have the conditions under which the comparison or standard solution 
was obtained, and that of the sample under examination, as nearly 
identical as possible. Hence, instead of preparing the standards with 
known quantities of pure copper only, the various other impurities 
accompanying the copper in the sample are simulated, by using tail- 
ings, blast or reverberatory slags, of known copper content in making 
up the standard comparison solutions. The following methods are 
modifications of the method of Thorn Smith. They were developed 
and are used in the laboratory of the Anaconda Copper Mining Com- 
pany. 

PREPARATION OF STANDARDS 

Blast Slags——Take 3 grams of sample on which the copper has 
been determined electrolytically, cover with water, add 10 cc. of 
nitric acid and 1 cc. of hydrochloric acid and heat a few minutes on 
the steam-bath. Dilute the mixture, after heating, with 100 cc. of 
water, add dilute ammonia in slight excess and filter into a colorimetric 
bottle. Wash until the filtrate fills the bottle to the mark. If the 
electrolytic copper on this sample was o.20 per cent.-this standard is 
called ‘‘ B-2.” To prepare ‘ B-3” add 0.003 gram of copper to 
another 3 grams. ‘‘ B-4” is prepared by the addition of 0.006 gram 
of copper, and “ B-5”’ by adding 0.009 gram of copper, the copper 
being always added before the ammonia, and the samples treated as in 
the preparation of ‘‘ B-2.” If samples low enough in copper to pre- 
pare the lowest standards are not at hand, all the copper may be 
removed electrolytically and then sufficient of a standard copper solu- 
tion added for the required standard. 

Tailings.—Heat 1 gram of the sample on the steam-bath with 5 cc. 
of nitric acid and a pinch of potassium chlorate. Dilute, filter and 


* From papers by F. W. Traphagen, Western Chem, and Met., VI, 148, and Arthur 
Austin, Western Chem, and Met., VI, 309. 
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wash as for slags. If the electrolytic copper on this sample was 0.50 
per cent, the standard is called “‘T-5.” To prepare ‘‘ T-6” add 
0.001 gram of copper to another gram sample; 0.002 gram for “ mien ur 
0.003 gram for ‘‘ T-8 ”’; 0.005 gram for ‘‘ T—10.”’ 

Reverberatory Slags—Take 2 grams of sample, add 10 cc. of hvaes 
chloric acid and 2 cc. of nitric acid. Heat, dilute, add ammonia, 
filter and wash as for blast slags. If the electrolytic copper on this 
sample was 0.30 per cent, this standard is called ‘‘ R-3.”” For “ R-4”’ 
add 0.002 gram of copper to another 2 grams of sample. Add 0.004 
gram for ‘‘ R-5,” 0.006 for ‘‘ R-6,” and so on. Treat each as in the 
preparation of “‘ R-3.” | 

A set of standards being prepared as above, another set of bottles 
is arranged, each bottle being filled almost to the mark with water and 
ro cc. of ammonia. A standard solution of copper, containing 0.001 
gram of copper to the cubic centimeter, is run into each from a burette 
until the color produced exactly matches a corresponding standard pre- 
pared as above. The burette reading is carefully noted in each case. 

The following results were thus obtained: 
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By the use of this table standards may be rapidly prepared. 


DETERMINATION OF COPPER 

Treat blast slags, reverberatory slags and tailings exactly as 
described in “ Preparation of Standards ” and match the filtrates with 
the standards. 

Details of Operation.—Except in the case of converter slag (of which 
0.5 gram is taken) all portions are 1, 2, or 3 grams. 

Tailings are weighed into No. 1 beakers, roo cc. capacity, and slags 
into No. 2 beakers, 200 cc. capacity. 7 

Tailings are treated with nitric acid and a pinch of potassium 
chlorate, set upon the steam-plate and left for half an hour. The 
addition of nitric acid should be regulated so as to leave about 5 cc. 
after treatment on the hot plate. After the hot plate treatment about 
25 to 30 cc. of cold water are added to the beakers and they are then 
placed in front of the color bottles which have been previously arranged. 
These color bottles are of square shape, to allow of easy and safe 
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handling, and are made of clear white glass. They are 72 in. high, 
with a body 24 in. in diameter and a short neck about 14 in. in diam- 
eter. Ammonia (1 : 1) is added to the beakers.in such quantity as to 
give about the same excess as is used in the standards. Ribbed fun- 
nels 4+ in. in diameter are set in the mouths of the bottles, and pro- 
vided with filters 184 cm. in diameter. The contents of the beakers 
are now poured “clean ”’ into the filters. The beakers are washed 
once with warm water, which is then poured through the filters, and, 
after draining, the precipitate in each filter is given one good wash with 
warm water. The funnels are now removed and the bottles are filled 
up to the standard marks with water. The larger bulk of solution 
before filtering and the greater amount of wash water required cause 
_ the mark on the slag bottles to be higher than that on: the tailings. 
On the bottle described the tailings mark will come about halfway up, 
and the slag mark will be near the top. The tests, when ready, are 
matched against the standard colors arranged in a color stand. The 
latter is made of wood, painted white, and faces a window. Each 
standard bottle is in a separate compartment, so as not to be affected 
by the color of an adjacent standard. In making comparisons the 
standard and the unknown should be at equal distances from the par- 
titions, as the latter have a slight effect on the color. 

Results are read and reported to the nearest 0.05 per cent by read- 
ing between the standards, which are graduated to 0.1 per cent. 

Blast slags decompose easily; reverberatory slags are best decom- 
posed by first adding hydrochloric acid, and then, after a few minutes’ 

digestion, adding nitric acid. Add a little water before the acid, so as 
to make a paste, which will prevent caking. 

Reverberatory and converter slags should be allowed about three- 
quarters of an hour on the steam-plate, and, when taken up with water, 
stir thoroughly with a rubber “ policeman.” The dilute ammonia 
should be added while stirring, so as to best judge the required excess. 

Sometimes the color produced in a test has.a greenish tinge, and the 
test is then apt to be read too high. Heath’states that this may be 
due to the presence of organic matter, which impairs the complete 
precipitation of ferric hydroxide by ammonia. If the green tint is too 
pronounced the sample should be ignited. 

Standards of low copper content seem to preserve their color best 
with a small excess of ammonia, 5 cc. Those of higher copper con- 
tent require 10 to 20 cc. excess. The sample to be matched should be 
as nearly like the standard in all respects as possible. 


CHAPTER XIV 
FLUORINE 


1. Norris’ Method for the Determination of Fluorine in Fluorspar 
and Ores.*—Special reagents required: | 

Standard Calcium Acetate Solution—Dissolve 13.16 grams of pure 
calcium carbonate in a mixture of 100 cc. of glacial acetic acid and 
too cc. of water and dilute to 1 liter. Standardize by determining the 
CaO in 30 cc., titrating the oxalate precipitate with the standard 
permanganate, and then, from the formula CaFs, calculate the per- 
centage value of 1 cc. in fluorine on the half-gram basis. Should equal 
about 1 per cent. 

Standard Potassium PeaTiat ase Solution.—8.316 grams per 
liter. Standardize against about 0.7 gram of pure sodium oxalate. 
Calculate for CaO per cubic centimeter and then for the value of 1 cc. 
in the standard calcium acetate solution: 

Sodium Oxalate Solution.—17.62 grams per liter. Not standardized, 
but 1 cc. will correspond to about 1 cc. of the calcium acetate solution. 

Silver Nitrate Solution——Dissolve 5 grams of silver nitrate in 
water and dilute to 100 cc. ) 

Sodium Chloride Solution Dissolve 5 grams of pure sodium 
chloride in water and dilute to 100 cc. : 

Procedure.—Bring to a quiet fusion 5 grams of potassium hydrox- 
ide and 3 grams of sodium carbonate in a thin spun-iron crucible of 
about 25 cc. capacity.! Remove from the heat, allow to cool partially, 
and add o.5 gram of the finely ground material and 0.5 gram of finely 
ground silica. Cover the crucible with a very loosely fitting porcelain 
or iron cover, bring the mass to quiet fusion and maintain at that point 
for twenty-five or thirty minutes? Remove the cover and pour the 
melt on a cold iron plate, covering with an evaporating dish to pre- 
vent loss from violent cracking on cooling. 

Have ready a soo-cc. beaker containing about 14 in. of cold water. 
Place the crucible in this, after pouring, and heat to remove adhering 
* Dr. W. V. Norris, Colorado School of Mines, 
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‘melt, then lift it out with a glass rod, wash and remove it. The cover 
may be similarly treated, or perhaps simply washed clean with a jet 
of hot water. Now place the cold melt in the beaker and boil for about 
five minutes to effect complete disintegration.? 

Filter the mixture, using a filter plate set in a loop funnel and having 
the filter paper covered with a layer of asbestos fiber. Wash ten times 
with hot ammonium carbonate solution; 5 grams in too cc. Receive 
the filtrate in a large beaker. 

(Silica may now be removed as follows, but its removal is appar- 
ently unnecessary: Add 10 grams of ammonium carbonate, cover, 
heat (cautiously) to boiling and boil until the odor of ammonia is 
gone, or nearly so. Filter through a filter similar to the last and wash 
ten times with hot water. This removes nearly all the silica.) 

Whether the silica has been removed or not, proceed as follows: 

Acidify almost exactly with acetic acid and then add an excess of 
glacial acetic acid in the proportion of 1 cc. to every 100 cc. of solution. 
Now, from a burette, add a measured amount of the standard calcium 
acetate solution, which should be in excess relative to the possible 
fluorine present, but not exceeding 50 cc. in any case. Boil for 
five minutes, then remove from the heat, cool and transfer to a 
rooo-cc. measuring flask. Make up to the mark with cold water, mix 
and then allow to settle for about half an hour.® Fill a 500-cc. measur- 
ing flask up to the mark with the clear liquid. Transfer this to a 
large beaker, through a filter, if necessary, and washing the filter ten 
times with small portions of hot water. Add 35 cc. of the sodium 
oxalate solution, boil ten minutes and then filter, washing ten times 
with hot water. | 

Make a mixture of 200 cc. of water and 10 cc. of strong sulphuric 
acid in a beaker. Heat nearly to boiling, add the filter and precipitate 
and titrate with the standard permanganate to the usual pink tinge. 

Calculate the cubic centimeters of permanganate used to the | 
equivalent amount of calcium acetate solution. * Deduct this from the 
total amount of calcium acetate solution taken, bearing in mind, 
however, that the solution was divided before precipitation, and there- 
fore only one-half the original amount of calcium acetate solution is 
under consideration. The remaining calcium acetate solution, multi- 
plied by 2 and then by its percentage factor for fluorine, will give the 
percentage of fluorine in the substance.® 
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1 This is to expel water that would otherwise cause much spattering. 

? This fusion may sometimes seem unnecessarily long, judging from the appear- 
ance of the melt; but experience has shown that an apparently clear melt is not a 
safe guide and that it is not advisable to shorten the time prescribed. _ 

3 All the fluorine should now be in solution as alkali fluoride. The calcium will 
exist as carbonate. 

4The ammonium carbonate is to lessen the danger of dissolving some of the 
calcium carbonate. 

Settling is resorted to because the precipitated calcium fluoride filters very 
badly. 

6 The calcium acetate solution, prepared by dissolving 13.16 grams of CaCO; 
per liter in acetic acid, will contain the equivalent of 7.3732 grams of CaO per liter, 
OF 0.007372 gram per cubic centimeter. One CaO is equivalent to CaFs, or, F2. 
That is, 56.07 parts by weight of CaO = 38 parts of F. The weight of CaO ini cc., 
0.007372 gram, will accordingly correspond to 0.005 gram of F, or 1 per cent on 
the half-gram basis. 

Two KMnOQ,, molecular weight 316.06, contain 5 available oxygen atoms. 
Each CaO, molecular weight 56.07, determined as oxalate, is equivalent to 1 oxy- 
gen. Five oxygen, or 316.06 parts by weight of permanganate, will therefore equal 
280.35 parts of CaO. If the permanganate solution is made exactly 8.316 grams 
per liter, 1 cc. will contain 0.008316 gram. By proportion, this will correspond 

to 0.00737 gram of CaO, or, 1 cc. of the calcium acetate solution. If standardiza- 

tion shows that the calcium acetate and permanganate solutions vary in strength 
from the theoretical, calculate their exact values and mutual relations in 
accordance with the above, 


2. Rapid Practical Method for Fluorspar.—Take 0.5 gram of the 
ore in an 8-oz. flask, moisten with water, add 5 cc. of glacial acetic 
acid and boil nearly to pastiness. Take up in about so cc. of dilute 
acetic acid (1 acid to 2 water) and boil gently for a few minutes. 
These operations will not affect calcium fluoride, but will usually 
extract practically all other calcium salts. Filter, washing well with 
hot water. Place about 3 grams of powdered anhydrous sodium sul- 
phate in a small platinum dish, mixing in also a little potassium nitrate, 
if reducible metals are likely to be present. Lay the filter and residue 
upon this mixture and ignite gently until the paper is burned fairly 
well. Now cool and add 5-6 cc. of strong sulphuric acid. Heat 
carefully, to avoid spattering, first to strong fumes, and then to a 
melt, if possible. If the mass solidifies at the end, without melting, 
cool sufficiently, add a little more sulphuric acid and heat again. This 
will usually effect complete decomposition of the fluoride, and expul- 
sion of the fluorine, even if the mass is not completely melted. Allow 
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to cool, cover the dish and dissolve the cake by warming with sufficient 
water acidulated with 5 cc. of hydrochloric acid. Transfer the solu- 
tion to the original flask, first filtering, if there is an appreciable 
amount of insoluble residue. Dilute to about 150 cc. with hot water 
and proceed with the determination of CaO as described in Cat- 
CIUM, I, at the same point. Multiply the percentage of CaO found by 
1.393 to obtain the percentage of CaFe. | | | 

3. Valuation of Fluorspar. Method of Dr. Bidtel.*—The usual 
determinations are calcium carbonate, silica and calcium fluoride, 
although other constituents are sometimes required. 

Calcium Carbonate.—Place 1 gram of the finely powdered sample in 
a small Erlenmeyer flask, add 10 cc. of ro per cent acetic acid and 
insert a short-stemmed funnel in the neck of the flask as a splash trap. 
Heat the mixture for one hour on a water-bath, agitating from time to 
time. The calcium carbonate is decomposed and may be dissolved 
out as the soluble acetate, while calcium fluoride and silica are prac- 
tically unaffected. Filter the solution through a 7-cm. ashless filter 
and wash the residue four times with warm water. Ignite filter and 
‘contents in a weighed platinum crucible at as low a temperature as 
will completely burn the filter. The loss of weight minus 0.0015 
gram (the amount of calcium fluoride soluble in acetic acid under the 
conditions named) is reported as calcium carbonate. 

Stlica.—Mix the residue in the platinum crucible with about 1 
gram of yellow mercuric oxide, in the form of an emulsion in water, 
breaking up any hard lumps that may have formed. Evaporate the 
mixture to dryness, heat to dull redness, then cool and weigh. The 
mercuric oxide oxidizes any sulphide that may be present. Add about 
2 cc. of hydrofluoric acid and evaporate to dryness. Repeat this 
process twice (performing it three times in all), to ensure complete 
expulsion of silica (as SiF4). Now add a few drops of hydrofluoric 
acid, a little macerated filter-paper and then a few drops of ammo- 
nium hydroxide, to precipitate the iron. Evaporate to dryness, ignite 
to dull redness,cool and weigh. Report the loss from the previous 
weighing as silica. 

Calcium Fluoride—Treat the residue with 2 cc. of hydrofluoric 
acid and 10 drops of nitric acid (to decompose the oxides), cover the 
crucible and place on a moderately warm water-bath for thirty min- 
utes. Now remove the lid and evaporate to dryness. Repeat the 

* Dr. E. Bidtel, Jour. Ind, Eng. Chem., Vol. 4, p. 201; Vol. 6, p. 265. 
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evaporation with hydrofluoric acid to ensure the transposition of the 
nitrates to fluorides. If the residue is still colored, repeat the evap- 
oration a third time. Finally, add a few drops of hydrofluoric acid 
and to cc. of ammonium acetate solution. The acetate solution is 
made by neutralizing 40 cc. of 80 per cent acetic acid with strong 
ammonia, adding 2 grams of citric acid and making the mixture up 
to 100 cc. with strong ammonium hydroxide. Digest the mixture in 
the crucible for thirty minutes on a boiling water-bath, then filter, 
washing first with water containing a small amount of ammonium 
acetate, and finally with pure hot water. (Several washings by decan- 
tation are advisable.) Ignite the residue in the same crucible as 
before and weigh as calcium fluoride. To this weight add 0.0022 
gram to compensate for loss of CaFo. | 

Pure calcium fluoride is white. To test the purity of the residue, 
add 2 cc. of sulphuric acid and heat to fumes to decompose the fluoride, 
then add an additional cubic centimeter of sulphuric acid and heat to 
complete dryness, expelling all the free acid. Weigh the residue as 
calcium sulphate, which, on calcuJation, should check the calcium 
fluoride previously weighed. Now fuse with sodium carbonate and 
treat the mass, after cooling, with dilute hydrochloric acid in excess. 
If barium is present the solution will be cloudy from barium sulphate. 


CHAPTER XV 
IRON 


1. In the determination of iron in ores and metallurgical products 
some modification of either the permanganate or dichromate volu- 
metric method is ordinarily employed. Both methods give exact 
results, and the choice of the one to use usually depends on either the 
personal preference of the operator or the convenience of the case in 
hand. 

The following modifications of these methods are employed in 
my laboratory. 

2. Permanganate Method.—This method is based on the following 
reaction: 


10oFeSO4.+2KMn0Oi.+8H2SOn 
— 5Fe2(SO4)3-+2MnSO4+K2S01.+ 8H20. 


The ferrous salt, which may be either a sulphate or a chloride, 
is oxidized to the ferric condition by the permanganate, which is 
itself decomposed and decolorized. When the permanganate in 
solution is added gradually, its color is continually destroyed as Jong 
as any ferrous salt remains, but as soon as the oxidation is complete 
the addition of more permanganate imparts a permanent pink tint to 
the liquid. The above equation shows that it requires 316.06 parts 
of potassium permanganate to oxidize 558.4 parts of iron from the 
ferrous to the ferric condition. To make a. standard solution, there- 
fore, so that 1 cc. shall equal 1 per cent of 1 iron, 1.€., 0.005 gram when 
0.5 gram of ore is taken for assay, we solve the Toapeenon 


316.06 : 558.4 =x 20.005. 


x =0.00283.1 . This is the weight of permanganate required in 

r cc., which is equivalent to 2.83 grams per liter. When used for iron 

determinations, the solution may conveniently be made of approxi- 
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mately this strength. Its exact value is determined by standardiza- 
tion. 

3. There are three common methods of standardizing the per- 
manganate solution: 

1. By metallic iron or an iron solution of known strength. 

2. By a stable ferrous salt. 

3. By oxalic acid or an oxalate. 

I have found the metallic iron method, when carried out as 
described below, and the oxalic acid or oxalate method to give prac- 
tically identical results, and I ordinarily use the latter on account of its 
simplicity. The stable ferrous salt usually employed is ferrous ammo- 
nium sulphate. As ordinarily obtainable it is not a sufficiently 
reliable basis for the best work. 7 

After the permanganate solution has been made up it should be 
allowed to stand at least a day before standardizing, as when first pre- 
pared it is constantly changing in strength, owing to oxidation of the 
organic matter always present in the liquid. 

4. To standardize by means of metallic iron, weigh 0.15-0.20 
gram of very finely drawn clean iron wire and dissolve in an 8-oz. 
flask in a mixture of 5 cc. each of strong nitric and hydrochloric acids. 

Very finely drawn polished iron wire can be purchased at the supply 
stores marked with its true percentage of iron, usually about 99.8. 
Sutton recommends the use of soft “‘ flower-wire,”’ of which the actual 
percentage of iron may be assumed to be gg.6. Pure electrolytic 
iron in granulated form is also to be obtained. It has the advantage 
of dissolving very rapid'v in hydrochloric or dilute sulphuric acid, and 
is said to keep well without oxidizing. Wheniron wire is used the pre- 
caution should be taken to have it perfectly clean and free from rust. 
If polished and apparently clean, it may simply be drawn through a 
piece of filter-paper held in the hand to insure freedom from dust and 
grease, but if at all oxidized it should first be thoroughly cleaned with 
fine emery-paper or cloth. 

5. Having placed the wire in the flask, best in a snug coil, add the 
acid and warm the mixture gently. The wire will quickly dissolve. 
Besides effecting a rapid solution of the iron, the aqua regia also serves 
to oxidize hydrocarbons and other compounds, due to impurities in 
the wire, that would otherwise consume a little permanganate in the 
titration. When the wire has dissolved add 5 cc. of strong sulphuric 
acid and boil over a free flame (manipulating the flask in a holder) 


106 IRON 


until the hydrochloric and nitric acids are expelled and most of 
the sulphuric also. Allow to cool and add 30 cc. of cold water, 
ro cc. of strong hydrochloric acid and 3 cc, of 4 per cent CuSO, 
olution.* 

6. Now add 6 grams of pure granulated zinc (best about 20-mesh). 
This should be roughly weighed, as all zinc contains a little iron and 
the error thus introduced must be subsequently determined and 
allowed for. The iron is reduced from the ferric to the ferrous condi- 
tion according to the equation 


2FeCl3+Zn — 2FeCle+ZnCle. 


Hydrogen is also liberated by the action of the free acid on the zinc. 
The copper added precipitates arsenic. 

Allow the reaction to continue until the solution is completely 
decolorized, heating, if necessary, toward the end if the action is slow. 
Now add 5o cc. of cold water to the mixture in the flask, and then 10 cc. 
of strong sulphuric acid. This will dissolve whatever zinc remains 
and will also supply the solution with a large excess of sulphuric acid. 
The latter will counteract the otherwise disturbing influence of the 
hydrochloric acid present during the subsequent titration and secure 
a sharp end-point. Hydrochloric acid and potassium permanganate 
mutually decompose each other with the evolution of chlorine as 
follows: 


2KMn04+16HCl — 2KCl+2MnCle+8H20+10Cl. 


When this takes place during an iron titration, the amount of per- 
manganate consumed is increased, thus producing high results, while 
the end-point is obscured owing to the continual fading of the pink 
tinge. If, however, the solution is cold, largely diluted, and contains 
a proper excess of sulphuric acid, a little hydrochloric acid causes no 
trouble. Tt 

7. When the zinc is nearly all dissolved the, mixture should be fil- 
tered. Nearly all zinc contains lead as an impurity, and this remains 
‘behind as a finely divided black residue, which would cause trouble: 
by consuming permanganate if not filtered off. As the solution has a 

*Tt is a good plan to make this solution slightly ammoniacal and subsequently filter 
off any Fe2(OH);. 


} It appears to make a very slight change in the standard, but this is of no conse- 
quence in technical work, as iron determinations are made the same way. 
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tendency to clog a filter and run very slowly it is better to filter through 
a plug of absorbent cotton placed in a funnel and moistened. Do not 
use an unnecessarily large wad. Place it in the funnel so that the 
under side is smooth, with the fibers lying horizontally. If the latter 
are allowed to string downward they are liable to obstruct the neck 
of the funnel and cause a slow filtration. The proper arrangement 
filters rapidly and washes easily. Receive the filtrate in a 4-inch by 
5-inch glass battery-jar containing an inch or two of water. Wash 
the filter and residue well with cold water. 

8. Dilute the solution in the battery-jar with cold distilled water 
to about 700 cc., having previously placed a mark on the jar at that 
point. The solution is now ready for titration, which should proceed 
without unnecessary delay, to avoid oxidation of the ferrous iron by 
the air. Place a piece of white paper under the jar, in order that the 
color change may be rendered more distinct, and run in the perman- 
ganate solution from a burette while stirring the mixture with a glass 
rod. The color of the permanganate is almost instantly destroyed at — 
first, but as the end-point is approached a less rapid decolorization can 
easily be detected if the permanganate be added cautiously. Proceed 
more and more carefully, finally drop by drop, until a very faint per- 
manent pink tinge is obtained. The reaction being now complete, 
read the burette. Another drop of permanganate should turn the 
solution decidedly pink. | 

Before calculating the standard of the permanganate it is neces- 
sary to apply a correction by deducting the amount of permanganate 
solution required to produce the same pink tint in a solution containing 
no dissolved iron wire, but otherwise of the same volume and condi- | 
tion and containing the same reagents. To determine this correction 
once for all for the same reagents, proceed as follows: 

g. Treat 6 grams of the zinc regularly used, in an 8-oz. flask, with 
a mixture of 1o cc. of strong hydrochloric acid, 25 cc. of water and 3 cc. 
of 4 per cent CuSO, solution. Add gradually a mixture of 10 cc. of 
strong sulphuric acid and 20 to 30 cc. of water. When the zinc has 
about all dissolved, dilute with cold water and filter through absorbent 
cotton as described for the standardization, finally titrating with 
permanganate precisely as before. Note the amount of permanganate 
required and deduct this volume from the burette reading of all cor- 
responding iron titrations. 

A correction is sometimes made for the color due to the ferric 
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salt present at the end of a titration, but the error from this cause is 
usually negligible. 7 

10. Having now, in the standardization .of the permanganate, 
taken the final reading of the burette and deducted the correction, 
there remains only to divide the actual weight of iron in the iron wire 
taken by the number of cubic centimeters used to find the value of 
I cc. in iron. 


Example.—Weight of iron wire taken.......... 0.1725 gram 


Actual weight of iron (99.8%)........ 0.1721 “ 
BuUrette mean: 6) cre tree oe 34 00. — 0G 
CORERCHOI 885 Fe ek ren teens Ria or te et 

Corrected meadiny. .cl 2) vey iew 24 70 a CG 


0.1721 + 34.70 =0.004961. 


This is the weight of iron in grams to which 1 cc. of the permanganate 
is equivalent. | 

On the basis, then, of o.5 gram of ore being taken for assay, 1 cc. = 
0.9922 per cent of iron. 

11. To standardize by means of a ferrous salt, ferrous ammonium 
sulphate is commonly used. This salt has the composition 
FeSOs(NH4)2SO4+6H20. It contains 14.24 per cent of iron, although 
it is frequently assumed to contain exactly one-seventh of its weight of 
iron. Weigh from 1 to 1.5 grams of the pure salt (the usual C. P. 
article is seldom of the theoretical composition) and dissolve in a bat- 
tery-jar in 700 cc. of cold distilled water acidified with ro cc. of strong 
sulphuric acid. Titrate at once to the usual pink tint. Make a 
blank test on the plain acidulated water to determine the amount of 
permanganate required to produce a tint and deduct the correction 
thus found from the former reading. Calculate the standard as above. 

12. To standardize with oxalic acid, proceed as described in 
Catcrum, 6, and determine the oxalic value.of 1 cc. of the perman- 
ganate. This value multiplied by 0.8855 will give the iron factor. 
Sodium oxalate,* (Sorensen’s salt), sold for standardizing, is to be 
preferred to oxalic acid, as of more certain purity. It is treated in the — 
same way as oxalic acid. The sodium oxalate value of the per- 
manganate multiplied by 0.8332 will give the iron value. This is a 
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convenient and accurate method and is the one usually employed in 
my laboratory. © 

13. Treatment of an Ore.—Weigh 0.5 gram of the ore and place in 
an 8-oz. flask. Decompose with acids according to the nature of the 
sample. It is usually best to begin with 10 cc. of strong hydrochloric 
acid and warm gently as long as decomposition appears to progress, 
adding more acid if necessary. If undecomposed sulphides remain, 
add 5 cc. of strong nitric acid and continue the heating. Note whether 
the insoluble residue now appears white or discolored. In the latter 
case endeavor to effect a better decomposition by continued gentle 
heating with hydrochloric acid. Finally, add to the mixture (which 
should not be so concentrated as to contain separated salts) about 5 cc. 
of strong sulphuric acid and heat the flask, supported in a holder, over a 
free flame until practically all the acid, including the sulphuric, is 
expelled.* Allow to cool, add 30 cc. of cold water and 10 cc. of strong 
hydrochloric acid, and the mixture is at once ready for the reduction of 
the iron with zinc. It is not necessary to get the salts into solution 
before adding the zinc. They will dissolve very quickly after reduc- 
tion begins. 

If hydrochloric ac alone effects a solution of all the iron in the ore, 
the further treatment with nitric or sulphuric acid is unnecessary. In 
such a case, in order to have the right amount of acid finally present, 
boil the solution nearly to dryness and then add 8 cc. more of hydro- 
chloric acid. Dilute to 40 cc. with cold water and proceed with the 
reduction. 

14. Add 6 grams of pure granulated zinc (20-mesh) and reduce the 
iron precisely as described for the standardization of the Sie enrg 
by the metallic iron method (6). 

When the reduction is complete, dilute with 50 cc. of cold water and 
then, with a little caution, add ro cc. of strong sulphuric acid. Besides 
a residue of lead from the zinc itself, reducible metals from the ore, 
such as lead, copper, arsenic, etc., will be precipitated. All this residue 
must be removed. When the zinc is nearly all dissolved filter the 
mixture through a plug of moistened absorbent cotton into a battery- 
jar, as described in 7, washing the filter well with cold water. Dilute 
to 700 cc. and titrate at once with permanganate, as described in 8. 
After reading the burette, deduct the correction previously determined 


* Nitric acid may not be entirely expelled by this treatment unless all nitrates are in 
solution when the sulphuric acid is added. 
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(9) and multiply the actual number of cubic centimeters used for the 
ore by the percentage value of 1 cc. for iron. This gives the percent- 
age of iron in the sample. 

15. Effect of a Large Amount of Arsenic. aa containing a large 
amount of arsenic will frequently give low and variable results, and the 
titration will have a rather quickly fading end-point. Apparently, 
some arsenic has been left in solution, after the reduction, in the zc 
condition, and this, by subsequently oxidizing iron, brings the results 
low, as the arsenious acid produced is only very slowly acted upon by 
the permanganate. The addition of cupric sulphate solution, as pre- 
scribed in 5, usually prevents this trouble by precipitating metallic 
copper on the zinc, which in turn precipitates the arsenic as copper: 
arsenide. The zinc alone cannot be depended upon to do this, 


1 Calculations of this kind may be greatly simplified without considering 
extended reactions. Potassium permanganate is an oxidizing agent, with the 
formula KMnO,.. The latter may be written K:Mn.Os, or K.O.Mn.O;, the 
molecular weight of which is 316.06. The oxidizing portion of this compound is 
the Mn,.O;, which, by giving up Os, is reduced to Mn,Oz, or, 2MnO, the Mn chang- 
ing its apparent valence of 7 to 2. The main point to be considered is that every . 
K,0.Mn,O; has 5 available oxygen atoms. Now, when ferrous iron is oxidized, 
the reaction, without regard to the actual combination of the iron, may be con- 
sidered simply as a change from FeO to Fe.Os, as follows: 2FeO, or Fe.O., +O = 
Fe,O;. This shows that every Fe, requires 1 oxygen, or, O=Fe,. The two 
points thus established, and which should be remembered in volumetric work, 
we that K,0.Mn,0;=Os, and that O=Fe.. It now follows that K,0.Mn.07= 
toFe, that is, 316.06 parts by weight of the permanganate = 558.4 parts of Fe. 

While the above explanation may appear long, the actual work required ina | 
calculation made by this method is comparatively small, as it obvi the necessity 
of writing out long reactions. 


16. Treatment of Silicates and Other Refractory Substances.— 
. The acid treatment just described will serve excellently for the decom- - 
position of most ores treated at western lead-smelters, but silicates, 
furnace products, refractory oxides, etc, are frequently encountered 
that do not thus yield up all their iron. In the purchase of ores for - 
lead-smelters the actual total iron contents are not, as a rule, abso- 
lutely required, but only what is obtained by the acid treatment. In 
the majority of cases practically all the iron is thus dissolved. What 
remains is classed with the insoluble residue or “ silica.”” Whenever 
the total iron is required the material must, of course, be completely 
decomposed. 
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17. Method that is Frequently Effective when Acids Fail—Weigh 
o.5 gram of the finely ground material into an 8-oz. flask. Add 5 
grams of dry sodium sulphate and about 6 cc. of strong sulphuric acid. 
Manipulate the flask in a holder over a strong naked flame, boiling 
off all the acid and finally reducing the residue to a nearly or actually 
red-hot melt. Do this final heating with the melt on the side of the 
flask, so as not to bulge the bottom. Cool with the flask on its side, 
in order that the contracting cake will not crack it, or, distribute the 
melt around the sides of the flask until it solidifies. This treatment 
will effect a complete decomposition of many refractory ores, either 
sulphides or oxides. Silicates may not be much attacked. If unde- 
composed particles remain that are likely to contain iron, the following 
procedure may be tried: Add to cc. of water to the cooled mass and 
about 6 cc. of sulphuric acid. Heat until the cake has dissolved or 
disintegrated, then add hydrofluoric acid, about as much as can be 
held in an ordinary platinum crucible cover, and repeat the previous 
treatment over a naked flame. The flask will not be materially 
attacked and the glass is not likely to contain iron in sufficient amount 
to affect the determination. If this treatment still leaves a dark insol- 
uble residue, one more effort may be made on the same portion. To the 
cool mass add water and sulphuric acid and disintegrate as before. 
Now add one-eighth of a 9-cm. filter paper and again run down over the 
flame until the carbon is all burned off and a melt once more obtained, 
then cool as before. Antimonial compounds will frequently yield to 
this treatment (owing to the reduction of the antimony to the ous 
condition) where the other methods fail. Of course this last method, 
combined with hydrofluoric acid also, may be tried at the outset, but 
in practice I have usually found the extra steps unnecessary. 

- If a satisfactory decomposition has been attained, add 30 cc. of 
water and 1o cc. of hydrochloric acid to the cool mass and warm gently 
to dissolve the cake. Continue from this point as described in 14. 

18. Refractory Silicates.—Silicates, or mixed material containing 
silicates, may be decomposed as described under S1tica. The nature 
of the material has.to be considered in deciding upon the best course to 
pursue and the matter of the decomposition is fully explained in the 
section referred to. Anacid solution of the iron is thus finally obtained. 
If in two portions, as the result of an acid treatment followed by a 
fusion of the residue, they should be united. When only iron is to be 
determined it is usually unnecessary to evaporate to dryness to remove 
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silica. Warm the solution in a beaker, add a little bromine water if 
the iron is not fully peroxidized, and then precipitate the iron as ferric 
hydroxide with excess of ammonia. Heat to. boiling, allow to settle, 
filter, and wash thoroughly with hot water. With a jet from the wash- 
bottle transfer the bulk of the washed precipitate from tlhe filter to a 
beaker, using as little water as possible, and then place the beaker 
under the funnel. Pour through the filter a hot mixture of 10 cc. of 
strong hydrochloric acid and ro cc. of water, so as to dissolve the pre-_ 
cipitate still remaining, finally washing the filter with a little hot water. 
Warm the mixture in the beaker to dissolve all the ferric hydroxide, 
concentrate if necessary, by boiling, to about 30 cc., and transfer the 
solution to an 8-oz. flask. Reduce with zinc and SonGtine in the usual 
manner, as directed in 14. 

19. Decomposition of Silicates by Hydrofluoric Acid. 22S ee ae 
the iron in a silicate, or a silicious residue remaining after acid treat- 
ment, can be quickly dissolved as follows: ) _” oe ff 

Treat the substance in a small platinum dish with nel parts of 
strong pure hydrochloric and hydrofluoric acids. Warm gently until 
decomposition appears complete, adding more of the acids if necessary, 
and then add about 3 cc. of dilute sulphuric acid (1 : 2) and evaporate 
to white fumes. To the cool residue add a little water and a few drops 
of hydrochloric acid and warm to effect solution. If the material is a 
residue, transfer this solution to the flask containing the original fil- 
trate, make to a volume of about 4o cc., reduce with zinc, and finish as © 
usual (14). If the material is the ore itself the operations are similar 
but 5 cc. of hydrochloric acid must be added before reduction. When 
nitric acid has been used in a preliminary treatment it should be 
expelled before filtration from the residue (13). The solution for 
reduction should have a volume of about 4o cc. and contain from 5 to 
10 cc. of free hydrochloric acid. | 

20. Titaniferous Ores.—In case an ore contains an appreciable 
amount of titanic acid it becomes impracticable to use zinc as a reduc- 
ing agent, since the TiOz in solution is thereby reduced to TisOQs 
(which imparts a purple or blue color to the liquid), and the latter is 
subsequently oxidized back to TiO2 again by the permanganate. 
Thus more permanganate will be required than corresponds to the 
amount of iron present. 

With such titaniferous ores proceed according to 17, 18 or 19, as 
appears most suitable for the case in hand, until the final solution is 
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obtained in the flask ready for reduction. The volume should be 
about 40 cc. Cautiously add enough ammonia to produce a slight 
permanent precipitate of ferric hydroxide which persists even after 
vigorous shaking. Now add 5 cc. of a strong solution of ammonium 
acid sulphite,* shake well, and then warm the flask gently. Ferric 
iron is reduced, while titanic acid remains unaffected. As the deep-red 
color fades, increase the heat gradually to the boiling-point. When 
quite colorless, add a mixture of 10 cc. of strong sulphuric acid and 
20 cc. of water and continue the boiling until all odor of sulphur diox- 
ide has disappeared. Now place the flask in cold water and add cold 
water until the flask is nearly full. When the solution is quite cold, 
transfer it to a battery-jar, dilute to 700 cc., and titrate with perman- 
ganate as usual (8). 

21. Chrome Iron Ore.—Treat as described in CHROMIUM, 2, 
except that a nickel or copper crucible must be used instead of an iron 
one. After the chromium is filtered off, the iron is left with the residue 
on the filter as ferric hydroxide. With as little hot water as possible 
rinse the residue from the filter into a small beaker. Place the latter 
under the funnel and dissolve whatever precipitate still adheres to the 
filter by slowly pouring through the latter a warm mixture of 10 cc. 
strong hydrochloric acid and 15 cc. water. Heat the mixture in the 
beaker to dissolve all the ferric hydroxide and then transfer to an 8-oz. 
flask, reduce with zinc, and.determine the iron according to 14. 

22. Zimmerman-Reinhardt Method as Modified by Mixer and 
Dubois.{|—This modification of the permanganate method is exten- 
sively used in the Lake Superior region for the rapid determination of 
iron in the oxidized ores of that section. 

The following solutions are required: 

Stannous Chloride-—Dissolve 1 lb. of stannous chloride in 1 lb. of 
strong hydrochloric acid (1.2 sp. gr.) to which some water has been 
added, and dilute to 2 liters. 

Hydrochloric Acid of 1.1 Sp. Gr—Mix equal volumes of the strong 
acid (1.2 sp. gr.) and water. 

Mercuric Chloride—Make a saturated solution in hot water, eel 
to cool and crystallize, and then filter. 


* Ammonium acid sulphite may be made by passing sulphur dioxide into strong 
ammonia water until the liquid becomes yellowish and smells strongly of sulphur dioxide. 
An old solution always contains some thiosulphate which will give a precipitate of sulphur 
with ferric salts. 

t Jour. Am, Chem. Soc., XVII, 405. 
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Manganese Sulphate.—Dissolve 160 grams in water and dilute to 
1750 cc. To this add 330 cc. of phosphoric acid syrup of 1.7 sp. gr. 
and 320 cc. of sulphuric acid, 1.84 sp. gr. This solution is to obviate 
the deleterious action of liberated chlorine when potassium perman- 
ganate is added to a hydrochloric acid solution containing ferrous iron.1 
The phosphoric acid allows the formation of iron phosphate, which, 
being nearly colorless, renders the end-reaction more distinct. 

23. Treatment of an Ore.—Treat 0.5 gram in a small covered 
beaker with 2.5 cc. of the stannous chloride solution and to to 15 
cc. of the dilute hydrochloric acid. Boil the mixture very gently on an 
iron plate until the ore is completely decomposed. For ores running 
less than 55 per cent of iron it is advisable to use a little less stannous 
chloride. The solution of the ore is usually very rapid, requiring only 
a few minutes. 

When the ore is dissolved, run a few drops of stannous chloride 
from a burette into the hot solution until all the iron is reduced to the 
ferrous state, as indicated by the disappearance of the greenish-yellow 
color. If an excess of stannous chloride has been originally added, 
it is of course unnecessary to add more. In any case, to avoid too 
great an excess of stannous chloride, which is undesirable it is advis- 
able to add a few drops of potassium permanganate solution to the 
reduced mixture to once more slightly oxidize the solution. The 
solution, in its slightly oxidized condition, should be kept warm until 
ready to titrate and then the final reduction made with a drop or two 
of stannous chloride, avoiding unnecessary excess. Now wash down 
the sides of the beaker and add, while stirring, 5 cc. of the mercuric 
chloride solution to take up the excess of stannous chloride. Have 
ready a 500-cc. beaker containing 6-8 cc. of the manganese sulphate 
solution and about 4oo cc. of cold water... Wash the iron solution 
into this and titrate at once with potassium permanganate in the usual 
way. | | 
Ores containing organic matter, some’ magnetites, and pyritous 
ores require the usual precautions. With ores containing very large 
amounts of organic matter, it is generally most advantageous to burn 
off directly and follow the regular method. Ores containing small 
amounts of organic matter and slightly pyritous ores are dissolved in 
hydrochloric acid and oxidized with potassium chlorate, after which the 
regular method is pursued. Heavy sulphides may be treated with 
nitric acid as described in 29, and the hydrochloric acid solution eventu- 
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ally obtained treated as above. Magnetites should be ground very 
fine in an agate mortar and then, if it is impossible to effect complete 
solution, either the ore or the insoluble residue may be treated as 
described in 17. 


1JIn regard to the functions of the manganese sulphate, read the Remark 
beginning on page 562 in Hall’s translation of Treadwell’s “‘ Analytical Chemistry,” 
Vol. II. (Wiley & Sons, N. Y.) 

Some of the essential points in the Remark are as follows: 

Dilute permanganate solution does not decompose cold dilute hydrochloric 
acid in the absence of ferrous iron. When ferrous iron is present, however, decom- 
position occurs, with a noticeable evolution of chlorine. In the presence of only a 
*srric salt, under similar conditions, there is no decomposition. These facts indi- 
cate that there is no direct action of the permanganate upon the hydrochloric acid, 
and that decomposition of the hydrochloric acid is due to the intermediate forma- 
tion of a peroxide. (Fe2.Os.) 

The presence of considerable manganous salt prevents the decomposition that 
would otherwise occur. It does this by combining with the excess of oxygen in the 
intermediate peroxide, more quickly than the oxygen can attack the hydrochloric 
acid. MnO, is formed, which gives up 1 oxygen to ferrous iron to the end. When 
the oxidation of the ferrous iron is complete, no more MnO, will be formed. 

If the concentration of the manganous salt is too low, the peroxide salt will 
decompose hydrochloric acid: | 


Fe.0; + IoHCl —> 2FeCl; +5H:0 +2Cl. 


24. Dichromate Method.—The following solutions are required: 

Stannous Chloride-—This should be strongly acid and should con- 
tain about 15 grams of tinjand 350 cc. of strong hydrochloric acid to 
the liter. It may be made by dissolving the tin in the acid by the aid 
of heat and diluting. It is usually more convenient to prepare it 
from the crystallized stannous chloride as follows: Dissolve 14.5 grams 
of the crystals in 165 cc. of strong hydrochloric acid and dilute to 500 cc. 
Keep in a half-liter bottle in which a stick of pure tin is placed to pre- 
vent oxidation. One cubic centimeter of this solution will reduce 
about o.or5 gram of iron from the ferric to the ferrous condition. It 
will naturally become somewhat stronger as the stick of tin gradually 
dissolves in the acid liquid. 

Mercuric Chloride.—Use a saturated solution and keep an excess 
of the crystals in the bottle. Such a solution will contain at least 60 
grams of mercuric chloride to the liter. About 1.2 cc. of this solution 
will oxidize the tin in 1 cc. of the above stannous chloride solution, 
at its original strength, to the stannic condition, 
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Potassium Ferricyanide.—This solution should be dilute, say 0.1 
gram in 15 cc. of water. The exact strength is immaterial. It is 
best made frequently, or when required, in small quantity, as the solu- 
tion does not keep indefinitely. | 

25. Standard Potassium Dichromate.—This Bhatia contain 4.39 
grams of the pure salt per liter. On the basis of 0.5 gram of ore being 
taken for assay, 1 cc. of a solution of exactly this strength will equal 
I percentofiron. This is shown by the equation 


6FeCle+KeCr207+14HCl — 6FeCl3+ 2K Cl+ 2CrCl3+ 7H20. 


Thus 1 molecule of potassium dichromate oxidizes 6 molecules of 
ferrous chloride to ferric chloride, or, 1 molecule of K2Cr2O7 =6Fe. 
This corresponds to 294.2 parts of KeCr2O7 to 335.04 parts of Fe. 
Hence 1 per cent, or 0.005 gram of iron when o.5 gram of ore is taken 
for assay, requires 0.00439 gram of K2eCreO7. If this amount is con- 
tained in 1 cc. then the liter will contain 4.39 grams of K2Cr20v. 

26. Standardize the dichromate solution as follows: Weigh care- 
fully 0.15—o.20 gram of the purest iron wire obtainable (see remarks in 
4 relative to the iron used for standardizing) and dissolve it in an 8-oz. 
flask in a mixture of 5 cc. each of strong nitric and hydrochloric acids. 
When the wire has dissolved add 5 cc. of strong sulphuric acid and 
boil over a, free flame (manipulating the flask in a holder) until the 
_ hydrochloric and nitric acids are expelled and most of the sulphuric 
also.. Before adding the sulphuric acid see that all salts are in solu- 
tion (if necessary adding more hydrochloric acid), otherwise separated 


-« nitrates may not be completely decomposed. Allow to cool, add about 


30 cc. of water and 5 cc. of strong hydrochloric acid and heat the mix- 
ture gently until solution is complete. ; 

27. To the hot solution now add the stannous chloride solution 
cautiously until decolorization is complete, avoiding more than a slight 
excess. Transfer the reduced solution to a large beaker, washing out 
the flask with cold water. Add about to ¢c. of the mercuric chloride 
solution, pouring it in rapidly while stirring the mixture. If only a 
slight excess of stannous chloride ‘was used, the 10 cc. of mercuric 
chloride will be ample and a white precipitate will be produced, but if 
the excess of stannous chloride was large the precipitate may become. 
gray or black from the separation of metallic mercury. This discolora- 
tion should be watched for carefully, and-if the faintest trace of it 
appears an abundance of the mercuric chloride solution should be. 
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added at once. If this restores the pure white color the test may pro- 
ceed; otherwise it is spoiled and must be begun anew. 
The reactions involved are, first, 


. 2FeCl3+SnCle — 2FeCle+SnCh. 


The stannous chlotide thus reduces the ferric to ferrous chloride 
and becomes itself oxidized to stannic chloride. The excess of 
stannous chloride added, when treated with sufficient mercuric 
chloride, is oxidized to stannic chloride as follows: 


SnClz+ 2HgClo— SnCi+HgeCle. 


Mercurous ‘chloride is produced, which is a white precipitate. 
If the excess of stannous chloride is large, however, so that the 
mercuric chloride added is insufficient for the last reaction, the follow- 
ing takes place: 
SnCl,+HgCl, > SnCh.-tHe. 


The finely divided metallic mercury discolors the liquid. If 
more mercuric chloride be added at once, the mercury may frequently 
be taken into combination again: 


} Hg+HeCle — HgeCle. 


* The liquid therefore contains, as a final result, ferrous chloride, 
stannic chloride, mercuric chloride, and a precipitate of white mer- 
curous chloride. The only one of these compounds affected by the 
dichromate in the subsequent titration is the ferrous chloride. 

28. The mixture in the beaker is now ready for the titration, 
which should proceed without delay, since after the mercuric chloride 
has been added there is nothing to prevent oxidation of the ferrous 

‘solution. Have ready a glazed porcelain tile either with or without 
depressions, a beaker or glass full of water in which is placed a glass 
rod, and also the test solution of potassium ferricyanide. Run in the 
dichromate solution from the burette while stirring the iron solution, 
and from time to time place a drop of the latter on the porcelain and 
touch it with a drop of the ferricyanide. For the latter purpose use 
the rod placed in the glass of water, and after each test return it to the 
glass; it will thus be kept sufficiently washed. As long as a large 
amount of iron still remains in the ferrous condition the ferricyanide 
will produce intensely blue tests. In order not to be deceived in the’ 
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matter, endeavor to add a sufficiently large drop of the ferricyanide 
each time to combine and produce a blue color with all the ferrous 


chloride present in the test drop. Continue to thus run in the dichro- 


mate soltition until the color of the tests becomes fainter. Proceed 
then with more caution, finally drop by drop, until a test is obtained 
that fails to show a blue tint after half a minute. In making the final 
tests use less and less of the ferricyanide, as the deficacy of the reaction 
depentis upon having just about enough ferricyanide presentgto com- 
bine with the ferrous chloride still remaining, an excess producing an 
abnormal color that obscures the true end-point. Finally read the 
number of cubic centimeters uséd, and, from the weight of iron taken, 
calculate the value of x cc. in iron. 


Example.—Suppose 0.17 gram of iron wire, actually content ; 


0.1697 gram of iron, were taken, and that 33.8 cc. of dichromate solu- 
tion were used. Then the value of 1 cc. is 0.1697+ 33.8, or 0.005021 
gram of iron. 

When o.s5 gram of ore is s taken for assay, I cc. of the dichromate 
solution will equal 1.004 per cent of iron. , 

29. Treatment of an Ore.—Take 0.5 gram of the ore. The method 
of decomposition will depend upon the nature of the sample. When- 


ever possible, hydrochloric acid alone should be used. When the | 
sample appears tobe more or less of an oxidized nature always try 
hydrochloric acid first, using 10 cc. and warming the mixture in an® 
8-oz. flask. Take all the time and acid necessary, but & not boil 
violently, as this weakens the acid and fails to effect as rapid a solu- 


tion as a gentler heat. If undecomposed:sulphides remain, add OPEC: 


of strong nitric acid and continue the heating. The final insoluble 
residue should be clean and white. If hydrochloric acid alone effects 


a complete decomposition, boil the solution finally to pastiness, 
add about 30 cc. of water and then 5 cc. of strong hydrochloric acid. 
These last operations are simply to.insure about the proper propor- 


tion of acid present for the succeeding steps. If nitric acid has been. 


used in the decomposition, first see that all soluble matter is still held 


in solution (otherwise adding more hydrochloric acid), then add 5 cc. . 


of strong sulphuric acid and boil, preferably over a free flame, as nearly 
as possible to dryness, so as to expel most of the sulphuric acid. It is 
very difficult, if not impossible, to completely decompose solid nitrates 
that have separated from the solution by concentration, by boiling 


with sulphuric acid. After cooling, add about, 7 5 cc. of water and. 
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5 cc. of strong hydrochloric acid. It is unnecessary to heat the mix- 
ture to effect solution of the salts at this stage. 

Observe that whatever method of decomposition is employed there 
is finally obtained a solution oy mixture containing about 5 cc. “oh free 
hydrochloric acid. “y 

30. To the mixture in the flask add about o.2 gram of pure cupric 
sulphate and see that it dissolves, or better, an equivalent amount 
of strong solution. Now add about 20 grams of pure, finély granu- 
lated test-lead, and boil gently to effect the reduction of the.iron to the 
ferrous condition. The copper precipitates on the lead*and prevents, . 
it from cohering in lumps. If the ore already contains sufficient 
copper it is of course unnecessary to add more. Avoid adding the 
lead to a boiling-hot solution or it will probably produce a sudden 
evolution of steam and overflow the flask. The iron is usually 
entirely reduced by about five minutes’ gentle boiling. It is best to 
boil for a few minutes after the liquid has become completely decol- 
orized. The copper is thus all precipitated and any arsenic or anti- 
mony also removed from the solution. Prolonged boiling causes the 
formation of too much lead chloride, which separates out and renders 

the solution difficult to filter. Filter boiling-hot, bringing the excess 
~ of lead upon the filter, and wash thoroughly with hot water. Receive 
the filtrate in a large beaker in which 5 cc. of strong hydrochloric acid 
and 2 cc. of the prepared stannous chloride solution (24) have pre- 
viously been placed. The acid is simply to insure sufficient acidity 
and the stannous chloride is to reduce any ferric chloride that may 
possibly be present and keep it reduced. Stir the mixture in the beaker 
after filtration. As it contains a little stannous chloride the ferrous 
chloride will not become oxidized by standing a short time at this 
stage. 

31. The burette and other arrangements being ready ee described 
in 23), add ro cc. of mercuric chloride solution (24) to the liquid in the 
beaker and titrate as described for the standardization of the dichro- 
mate solution (28). From the number of cubic centimeters of dichro- 
mate solution used and the known value in iron of 1 cc., calculate the 
percentage of iron in the ore. 

32. Silicates, Refractory Oxides, etc.—Decompose these sub- 
stances as described either in 17, 18, 19 or 21, so as to finally obtain 
the iron in hydrochloric acid solution containing about 5 cc. of the 
strong acid. Proceed with this solution as described in 30. 
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33. Standard Methods for the Analysis of Iron.*—Determination 
of Silicon—Weigh 1 gram of sample, add 30 cc. nitric acid (sp. gr. 1.13); 
then 5 cc. sulphuric acid (conc.). Evaporate’on hot plate until all 
fumes are driven off. Take up in water and boil until all ferric sul- 
phate is dissolved. Filter on an ashless filter, with or without suction 
pump, using a cone. Wash once with hot, water, once with hydro- 
chloric acid, and three or four times with hot water. Ignite, weigh, 
and evaporate with a few drops of sulphuric acid and 4 or 5 cc. of 
hydrofluoric acid. Ignite slowly and weigh. Multiply the difference 
in weight by 0.4693, which equals the per cent of silicon. 

Determination of Sulphur.—Dissolve slowly a 3-gram sample of 
drillings in concentrated nitric acid in a platinum dish covered with 
an inverted watch-glass. After the iron is completely dissolved, add - 
2 grams of potassium nitrate, evaporate to dryness and ignite over 
an alcohol lamp at red heat. Add 50 cc. of a 1 per cent solution of 
sodium carbonate, boil for a few minutes, filter, using a little paper pulp 
in the filter if desired, and wash witha hot 1 per cent sodium carbonate 
solution. Acidify the filtrate with hydrochloric acid, evaporate to 
dryness, take up with 50 cc. of water and 2 cc. of concentrated hydro- 
chloric acid, filter, wash, and after diluting the filtrate to about roo cc., 
boil and precipitate with barium chloride. Filter, wash well with hot 
water, ignite and weigh as barium sulphate, which contains 13.71 
per cent of sulphur. 

Determination of Phosphorus.—Dissolve 2 grams sample in 50 cc. 
nitric acid (sp. gr. 1.13), add 10 cc. hydrochloric‘acid and evaporate 
to dryness. In case the sample contains a fairly high percentage 
of phosphorus it is better to use half the above quantities. Bake until 
free from acid, redissolving in 25 to 30 cc. of concentrated hydrochloric. 
acid, dilute to about 60 cc., filter and wash. Evaporate to about 
25 cc., add 20 cc. concentrated nitric acid, evaporate until a film begins 
to form, add 30 cc. of nitric acid (sp. gr. 1.20) and again evaporate 
until a film begins to form. Dilute to about 150 cc. with hot water 
and allow it to cool. When the solution is between 70 ‘antlmor ae 
add 50 cc. of molybdate solution. Agitate the solution a few minutes, 
then filter ona tared Gooch crucible having a paper disk at the bottom. 
Wash three times with a 3 per cent nitric acid solution and twice with 
alcohol. Dry at 100° to 105° C., to constant weight. The weight 
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multiplied by 0.0163 equals the per cent of phosphorus in a 1 gram 
sample. 

To make the molybdate solution add 100 grams molybdic acid 
to 250 cc. water, and to this add 150 cc. ammonia, then stir until all 
is dissolved and add 65 cc. nitric acid (sp. gr. 1.42). Make another 
solution by adding 400 cc. concentrated nitric acid to 1100 cc. water, 
and when the solutions are cool, pour the first slowly into the second 
with constant stirring and add a couple of drops of ammonium phos- 
phate. , 

Determination of Manganese.—Dissolve 1.10 grams of drillings in 
25 cc. nitric acid (sp. gr. 1.13), filter into an Erlenmeyer flask and wash 
with 30 cc. of the same acid. Then cool and add about 0.5 gram of 
sodium bismuthate until a permanent pink color forms. Heat until 
the color has disappeared, with or without the precipitation of man- 
ganese dioxide, and then add either sulphurous acid or a solution of 
ferrous sulphate until the solution is clear. Heat until all nitrous 
oxide fumes have been driven off, cool to about 15° C.; add an excess 
of sodium bismuthate—about 1 gram—and agitate for two or three 
minutes. Add 50 cc. water containing 30 cc. nitric acid to the liter, 
filter on an asbestos filter into an Erlenmeyer flask, and wash with 50 
to 100 cc. of the nitric acid solution. Run in an excess of ferrous sul- 
phate and titrate back with potassium permanganate solution of equal 
strength. Each cubic centimeter of N/ro ferrous sulphate used is 
equal to o.10 per cent of manganese. 

Determination of Total Carbon.—This determination requires con- 
siderable apparatus; therefore, in order to put as many obstacles as 
possible out of the way of its general adoption, in cases of dispute your 
- committee has left optional several points which were felt to bring no 
chance of error into the method. 

The train shall consist of a pre-heating furnace, containing copper 
oxide (Option No. 1) followed by caustic potash (sp. gr. 1.20), then 
calcium chloride, following which shall be the combustion furnace in 
which either a porcelain or platinum tube may be used (Option No. 2). 
The tube shall contain 4 or 5 inches of copper oxide between plugs of 
platinum gauze, the plug to the rear of the tube to be at about the 
point where the tube extends from the furnace. A roll of silver foil 
about 2 in. long shall be placed in the tube after the last plug of plat- 
inum gauze. The train after the combustion tube shall be anhydrous 
cupric sulphate, anhydrous cuprous chloride, calcium. chloride, and 
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the absorption bulb of potassium hydrate (sp. gr. 1.27) with prolong 
filled with calcium chloride. A calcium chloride tube attached to the 
aspirator bottle shall be connected to the prolong. 

In this method a single potash bulb shall be used, a second bulb, 
as sometimes used for a counterpoise, being more liable to. introduce 
error than correct error in weight of the bulb in use, due to change of 
temperature or moisture in the atmosphere. 

The operation shall be as follows: To 1 gram of well-mixed drillings 
add 100 cc. of potassium copper chloride solution and 7.5 cc. of hydro- 
chloric acid (conc.). As soon as dissolved, as shown by the disap- 
pearance of all copper, filter on previously washed and ignited asbestos. 
Wash thoroughly the beaker in which the solution was made with 20 cc. | 
of dilute hydrochloric acid (1 : 1), pour this on the filter and wash the 
carbon out of the beaker by means of a wash-bottle containing dilute 
hydrochloric acid (1 : 1) and then wash with warm water until all the 
acid is washed out of the filter. Dry the carbon at a temperature 
between 95° and 100° C. 

Before the apparatus is used a blank shall be run and if the bulb | 
does not gain in weight more than 0.5 mm., put the dried filter into 
the ignition tube and heat the pre-heating furnace and the part of 
the combustion furnace containing the copper oxide. After this is 
heated start the aspiration of oxygen or air at the rate of three bub- 
bles per second, to show in the potash bulb. Continue slowly heat- 
ing the combustion tube by turning on two burners at a time, and 
continue the combustion for thirty minutes if air is used; twenty 
minutes if oxygen is used. (The Shimer crucible is to be heated with 
a blast lamp for the same length of time.) 

When the ignition is finished turn off the gas supply gradually 
so as to allow the combustion tube to cool off slowly and then shut off 
the oxygen supply and aspirate with air for ten minutes. Detach 
the potash bulb and prolong, close the ends with rubber caps and ~ 
allow it to stand for five minutes, then weigh. The increase in weight 
multiplied by 0.27273 equals the percentage of carbon. 

The potassium copper chloride shall be made by dissolving 1 Ib. 
of the salt in x liter of water and filtering through an asbestos 
filter. 

Option No. 1.—While a pre-heater is greatly to be desired, as anly 
a small percentage of laboratories at present use them it was decided 
not to make the use of one essential to this method; subtraction of the 
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weight of the blank will, to a great extent, eliminate any error which 
might arise from not using a pre-heater. 

Option No. 2.—The Shimer and similar crucibles are eee used 
as combustion furnaces, and for this reason it was decided to make 
optional the use of either the tube furnace or one of the standard 
crucibles. In case the crucible is used it shall be followed by a copper 
tube 3/16 in. inside diameter and 10 in. long, with its ends cooled by 
water jackets. In the center of the tube shall be placed a disk of 
platinum gauze, and for 3 or 4 in. in the side towards the crucible shal] 
be silver foil and for the same distance on the other side shall be copper. 
oxide. The ends shall be plugged with glass wool, and the tube 
heated with a fish-tail burner before the aspiration of air is started. 

Graphite.—Dissolve 1 gram of sample in 35 cc. of nitric acid (sp. gr. 
1.13), filter on asbestos, wash with hot water, then with potassium ~ 
hydrate (sp. gr. 1.1), and finally with hot water. The graphite is 
then ignited as specified in the determination of total carbon. 


CHAPTER XVI 
LEAD 


Many methods have been proposed for the’technical determination 
of lead in ores, etc. The following method, which is the result of 
much patient experiment, is in daily use in my laboratory. This 

_and the permanganate method are my preferences. 

1. Chromate Method.'—Prepare the following solutions: 

Extraction Selution—Make a old saturated solution of com- 
mercial sodium acetate in distilled water and filter it. . Mix 1 volume 

with 14 volumes of distilled water and.add to the mixture 25 cc. 
of glacial acetic acid per liter. Used nearly boiling in a wash- 
bottle. 

Hydrochloric Acid Mixture. “Mieke a cold saturated solution of 
table salt in distilled water and filter it. To 1 liter of the filtrate 
add 150 cc. of distilled water and too cc. of strong Hye acid. 
Used cold in 4 wash-bottle. 

Potassium Dichromate-—A cold saturated solution of the powdered 
commercial salt in distilled water. Filter, or aia to settle. 

‘ Starch Solution —See CopPeER, 3. 
_ 2. Treatment of an Ore.—Weigh 0.5 gram of the ore into an 8-oz. ° 
flask. It is usually best to begin the treatment with 20 cc. of strong 
hydrochloric acid and heat gently until all iron oxide, etc., is in solu- | 
tion. This will also decompose galena and expel the hydiaeee sul- 

_phide. If sulphides remain that, resist hydrochloric acid, add 5 cc. of 
strong nitric acid and continue the heating. , Finally, if necessary, 
add 5-10 cc. more hydrochloric acid and again heat, to bring all the 
lead chloride into solution. 

3. Decomposition and solution having been satisfactorily effected 
add 5 cc. of strong sulphuric acid and boil, finally, over a free flame, 
until the white fumes are coming off copiously. Cool, add about 30 cc. 

he ie, } 
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of water and heat to boiling. Allow to stand, hot, until the anhydrous 
ferric sulphate usually present has dissolved. Now add ro cc. of 
alcohol (either grain or wood) and then cool to room temperature, 
or cooler, and filter through a g-cm. filter. (The alcohol is. not 
absolutely essential except for the low percentages, say below 10 
per cent lead.) Wash the precipitate with cold dilute (1-10) sulph- 
uric acid at least four times. Give the flask a final rinse with cold 
water. 

4. Now open the filter carefully and spread it in the funnel. 
Wash the precipitate from it into the flask again with a jet of hot 
water, using as little as possible. Have about 25 cc. of extraction 
solution in a small beaker. Drop the filter into this and heat to boil- 
ing. Stir the paper about in the hot liquid so as to shred it as much 
as possible. This is to dissolve every trace of lead sulphate still 
adhering to the filter. Moisten a small wad of absorbent cotton 
placed in the apex of the funnel and pour the mixture in the beaker 
through it into the flask, rinsing out the beaker with hot water. Now, 
continue to wash the cotton with hot water, but do not allow the 
filtrate to reach a greater volume than about 150 cc. When the liquid 
is heated at this stage any separated or undissolved lead sulphate 
(except as below) will go into solution. 

5. The procedure described in 4 suffices in the great majority of 
cases, but when barium is present some of the lead sulphate may fail 
to dissolve; therefore, when barium is known to be present, or in case 
‘of doubt, proceed as follows: Without removing the filter, rinse the 
lead sulphate back into the flask with a jet of hot water, using as little 
-as possible. Lift the fold of the filter to catch any deposit under- . 
neath. Add to cc. of hydrochloric acid to the mixture in the flask and 
then boil to pastiness, almost to dryness. Now add about 25 cc. of 
extraction solution and boil. Continue to add extraction solution, 
while boiling, until all the lead sulphate has dissolved, avoiding 
unnecessary excess. Filter through the last filter into an 8-oz. flask 
and wash with hot water until the filtrate has reached a volume of 
about 150 cc. Itis a good plan to have a similar flask, with a mark on 
it for comparison, so as to always obtain, approximately, the right 
volume. | 

6. Having obtained a solution of the lead sulphate, by procedure 
4 or 5, dilute, if necessary, to a volume of approximately 150 cc. witk 
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hot water, and heat to boiling. Add to the boiling solution, prefer- 
ably with a pipette, 10 cc. of the prepared potassium dichromate 
solution. Boil the mixture very gently for about seven minutes. 
This is necessary to ensure a fixed constitution for the lead chromate, 
which is not quite normal. Longer boiling does no Harm. Now 
filter through an 11-cm. filter. Wash out the flask with hot water 
and then wash the filter and precipitate ten times with a hot dilute 
solution of sodium acetate (50 cc. of a cold saturated solution of the 
commercial salt diluted to 1 liter), using about 5-6 cc. each time. 
Now again place the clean flask under the funnel, and, with a jet of 
the cold hydrochloric acid mixture, stir up and dissolve the precipitate 
on the filter and continue washing with the same mixture until all the 
residue and every trace of color.are removed from the filter. Use at 
least 50 cc. of the mixture in any case, in order that the subsequent 
reactions may have the proper conditions. Wash the filter finally 
with cold water, or at once dilute the filtrate until the flask is half full. 
Either one of two procedures is now to be followed, according to the 
amount of lead apparently present. 

7. With Not Over 20 Per Cent Lead.—Add 2 cc. of a 50 per cent 
solution of potassium iodide, mix and titrate at once (to avoid possible | 
loss of iodine by volatilization) with a standard sodium thiosulphate 
solution until the brown color becomes faint; then add sufficient 
starch solution to produce a strong blue color and finish the titration 
very slowly, finally drop by drop, until the solution becomes a clear 
' pale green with no tinge of blue. The end-point is very sharp and 
care must be exercised or it may easily be passed. It is best to have a 
white surface under the flask. 

- 8. With Over 20 Per Cent Lead.—Pour all but about 2 5 cc. of the 
- liquid in the flask into a beaker. To the solution still remaining, add 

about 25 cc. of the hydrochloric acid mixture and 2 cc. of the above 
potassium iodide solution. Mix and titrate at once with the standard 
thiosulphate until the brown color has become faint. Now add a 
portion of the solution reserved in the beaker and again titrate to a 
- faint brown color. Continue thus until the last of the reserved solution 
has been rinsed into the flask; then finish the titration as in 7. In 
‘ pouring from the beaker it is best to use a glass rod, so as to avoid 
having to wash the lip each time and unnecessarily increasing the 
volume of liquid in the flask, otherwise the latter may become incon- 
~ veniently full. 
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g. Standardize the thiosulphate solution on pure lead. The 
thiosulphate solution used in the iodide copper method and contain- 
ing about 19.5 grams of the crystallized salt per liter is satisfactory for 
lead. Convert about o.2 gram of pure lead foil to sulphate by boiling 
in an 8-oz. flask with 6 cc. of strong sulphuric acid. Cool, add 30 cc. 
of water and boil fora moment. Now add to cc. of alcohol and cool 
to room temperature under the tap. Filter. off the lead sulphate, 
washing in the usual manner, and continue as described for ores (4). 
Titrate as described in 8. 

One cc. of the thiosulphate will be found to equal a little more 
than 0.005 gram of lead, or something over 1 per cent on the basis of 
0.5 gram of ore taken for assay. The copper value of the thiosulphate, 
multiplied by 1.076, will give a close approximation to the lead value. 

Notes.—The final solution is not a very good solvent for iodine, 
and therefore, if much is liberated at once, there is danger of loss by 
volatilization. To avoid this, the procedure described in 8 for the 
higher percentages of lead has been found the best. 

The amount of potassium iodide prescribed is much more than 
theoretically required in any case, but it is never safe to use less, as 
the reactions are then liable to proceed too slowly. 

Testing the completeness of the extraction is rarely necessary, 
as the solution of all the lead sulphate is usually easily seen. 

Prepare only a wash-bottleful of the dilute sodium acetate wash 
at a time, as, unless the solution is heated frequently, a fungus growth 
develops that will clog the filter. 

If the end-point be passed in titrating, it may be ‘‘ brought back ” 
with a dilute solution of potassium dichromate or permanganate, of - 
_ which the comparative value neéd not be known. Simply run in 
from a burette a measured number of drops until the blue color 
returns; titrate once more and take reading. Now again run in the 
same number of drops of the correction solution as before and again 
finish the thiosulphate titration and read the burette. Subtract the 
difference between the two readings from the first one to obtain the true 
end-point for the lead. 

If, in titrating by portions, as in 8, the end-point be slightly 
passed with any oi the portions, no appreciable error will be intro- 
duced if more of the reserved solution be quickly added, as the thio- 
sulphate solution is decomposed only very slowly by the acid mixture. 

_ The constitution of the lead chromate is a vital point. It depends 
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upon the various conditions of heat, acidity, etc. By operating as 
described, differences in constitution are minimized and a slightly 
acid chromate of practically constant composition is obtained. The 
normal chromate, under the conditions obtaining, is difficult to main- 
tain as such. ss } 

Bismuth in small amount does not interfere. With several per 
cent present, some may remain as basic sulphate with the lead sulphate 
and produce high results. If bismuth is suspected it may be removed, 
just before the lead chromate is filtered, by adding about 2 grams of 
citric acid dissolved in a little hot water. Any bismuth chromate will 
go into solution at once. Filter without delay. 


1In this method the lead is eventually precipitated as chromate, PbCrQ.. 
This is then decomposed by hydrochloric acid, as follows: 
- PbCrO.+2HCl > PbCl,+CrO;+H,0. 
Potassium iodide is now added, which the chromic acid decomposes with the lib- 
eration of iodine, according to the reaction, | 


®  — Cr0,+6HC1+3KI > CrCl +3KC1+3H,0+1:. 


The iodine is titrated with thiosulphate. 
The above reactions show that Pb=CrO;, and, as CrO;=I3, then Pb =I. 
In the titration, the reaction between the thiosulphate and iodine is, 


2(NazS20s) +I, — 2NalI =Na.S.0s. 


The latter salt is sodium tetrathioanate. This reaction shows that Na,S.O;=I; 
therefore, 3(Na2S.0;) = Pb. 

The formula of the crystallized thiosulphate is Na2S203+ <H.O, and its molecu- 

lar weight is 248.2. Accordingly, 3(248.2) parts by weight of the crystallized 

salt = 207.2 parts of Pb. As 0.005 gram =1 per cent of Pb, we have the proportion, 


744.6 2 207.2=%: 0.005. %=0.01797. 


This is the weight of the thiosulphate, in grams, to be contained in 1 cc., to be equal 
to 1 per cent of Pb. This gives 17.97 grams per liter. This theoretical strength 
does not apply in the actual analysis. With a known amount of pure lead it 
would appear slightly weak. As there are inevitable losses of lead in the process, 
due to the slight solubility of the sulphate and chromate, the solution should 
appear slightly strong, rather than weak. The explanation is that the lead 
chromate precipitate is not the normal PbCrOu., but a slightly acid chromate. 
The slight excess of chromic acid more than counterbalances any loss of lead. 
More thiosulphate is required than would appear necessary, and therefore a solu- 
tion based on the assumption that the PbCrO, is normal would appear weak. 

An approximately correct solution, standardized empirically, is all that is 
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necessary. If the thiosulphate solution used for copper determinations is at hand, 
it may be employed. Once the operator, according to his personal manipulation, 
has established the relation between copper and lead in the thiosulphate titration, 
no further standardizing against lead is necessary. Simply standardize for copper 
by the permanganate method (see CoprEr, 4) and multiply by the proper factor 
as determined. This factor may vary slightly with different operators. 


10. Permanganate Method.*—This is a very satisfactory method 
in the absence of large amounts of calcium. As much as to per cent 
of CaO, however, does not interfere, as this amount of CaO, as sul- 
phate, is soluble in the. 100 cc. of acid liquid from which the lead 
sulphate is filtered. Larger amounts of CaO could undoubtedly be 
provided for by still greater dilution at this point, without serious 
effect in dissolving lead sulphate. Barium sulphate is not greatly 
affected by the chemical transformations, and what goes through to 
the end is sufficiently soluble, as oxalate, to remain in solution. At 
the outset, however, barium and lead form more or less of a double 
sulphate, in which the lead fails to be completely converted to car- 
bonate. This would produce low results, were it not for the hydro- 
chloric acid treatment of the sulphates, described below, which 
breaks up the compound. | 

11. Procedure.—Decompose o.5 gram of the ore in an 8-oz. flask 
as described in 2. Decomposition having been effected, add 6 cc. of 
sulphuric acid and boil to strong fumes. Allow to cool, add 100 cc. of 
cold water and heat to boiling. Remove from the heat, add to cc. of 
alcohol (grain or wood), cautiously, and cool under the tap. Fold a_ 
g-cm. filter, taking particular care to crease the fold that will come 
next to the precipitate as thin as possible, so it will lie flat and not 
easily allow material to get under the edge. Filter the cold mixture 
through this, returning the first portions of the filtrate if not clear. 
Wash six times with cold water containing 10 per cent of alcohol. 
Any traces of lead sulphate remaining in the flask will be recovered 
subsequently. | ) 

12. With a jet of hot water, using as little as possible, rinse the 
precipitate from the filter, through a short funnel, back into the flask. 
(In the known or assumed presence of barium, interpolate the following 
short procedure: Add to cc. of strong hydrochloric acid and boil over a 
free flame nearly to dryness. Allow to cool, add 20 cc. of water and a 

* A. H. Low., Jour. Am. Chem. Soc., XV, 550. Modified. 
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few drops of ammonia, sufficient to neutralize the acid.) Place the 
flask again under the original funnel and pour through the filter 10 cc. 
of a cold saturated solution of ammonium carbonate. Remove the 
flask and heat the contents just to boiling, then cool completely under 
the tap. Pour the cold mixture through the original filter. The 
filtrate is to be rejected. Wash out the flask well with cold water, 
pouring through the filter, and then wash filter and precipitate ten 
times with cold water containing about 5 per cent of the ammonium 
carbonate solution. 

13. Again using a jet of hot water, wash the precipitate from the 
filter into a small beaker. Add 5-6 cc. of glacial acetic acid and two 
or three drops of ammonia and heat to boiling. Replace the flask 
under the funnel and pour the hot acid mixture through the filter. 
Wash out the beaker with hot water and then wash the filter ten times 
with hot water slightly acidulated with acetic acid. (Small amounts 
of lead carbonate may be dissolved directly upon the filter without 
previous transference to a beaker.) 

14. Add to the filtrate 10 cc. of a cold saturated solution of oxalic ~ 
acid, heat to boiling and then cool completely, under the tap. Be 
particular to get as cold as possible. Now filter the lead oxalate 
through a g-cm. filter. Using cold water, wash out the flask thor-. 
oughly and then wash filter and precipitate ten times. 

15. Place about 25 cc. of cold water in the flask, add 5-6 cc. of 
sulphuric acid and then about 100 cc. of hot water. Drop in the filter 
and precipitate. Wipe out any lead oxalate adhering in the funnel 
with a small piece of filter-paper and drop into the flask. Heat the 
acid mixture nearly to boiling and then titrate it with standard 
potassium permanganate solution to a faint pink tinge. Calculate 
the result from the known lead value of the permanganate. 

16. The permanganate used for iron titrations will serve, although 
rather strong for lead. Theoretically, 1.857 times the Fe factor will 
give the Pb factor. Owing to slight losses of lead in the process an 
empirical factor must be used. ‘This is 1.861 times the Fe factor. 
Based on this factor and on 0.5 gram of ore taken for assay, 1 cc. of 
a permanganate solution gat 1.524 grams per liter will equal 
1 per cent lead. : 

17. The permanganate may be standardized directly on lead as 
follows: Convert about 0.250 gram of pure lead-foil to sulphate by 
boiling with 6 cc. of sulphuric acid. Continue according to the entire 
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above process. Finally, divide the percentage value of the lead 
taken by the cubic centimeters of permanganate required, to obtain 
the percentage value of 1 cc. in lead. A comparison of this figure 
with the Fe value of the permanganate may be made, to check the 
conversion factor given above. ‘The personal equation may make a 
slight difference.! 


1In this method the lead is first separated as sulphate, the sulphate is con- 
verted to carbonate and then the latter is dissolved in acetic acid, from which 
solution the lead is precipitated as oxalate. The separated oxalate is decomposed 
by sulphuric acid, setting free oxalic acid which is then titrated with perman- 
ganate. Thus the oxalic acid determined is a measure of the lead with which it 
was combined. 

The formula for lead oxalate is PbO.C:. The reaction with sulphuric acid is, 
PbO.C,+H2SO, — PbSO.+H.20.:C2. Every molecule, then, of oxalic acid set free 
is equivalent to 1 Pb. 

In the titration, the oxalic acid is oxidized to carbon dioxide and water, as 
follows: H:0.C:+O — 2CO.+H.0. This shows that every H,O.C; requires one 
O, or, =O. As H,0.C, is equivalent to Pb, then Pb =O. 

When ferrous iron is oxidized by permanganate, FeO is changed to Fe,Os, as 
follows: 2FeO, or, Fe.O.,+O0=Fe.0;. This shows than Fe.=O. As Pb=O, then 
Fe,=Pb. That is, 111.68 parts by weight of Fe = 207.2 parts of Pb, or, 1 part of 
Fe=1.857 parts of Pb. This is the theoretical factor for converting the Fe value 
of 1 cc. of the permanganate to the Pb value. 


18. Alexander’s Method, Modified.—Alexander’s method, or 
some modification of it, is the one most commonly employed in 
western smelting works. The principal objections to it that I have 
noted are the difficulty of accurately determining very low per- 
centages of lead, on account of the slowness of the reactions in such 
cases, and the occasional failure to obtain checking results or satis- 
factory end-points with the higher percentages, for no apparent 
reason. ‘The following modification was long used in my laboratory. 

Treat 0.5 gram of the ore precisely as described in 2 and 3 and 
extract the lead sulphate as described in 4. Add to the filtrate in the 
flask an excess of ammonium sulphide. It is a good plan, although 
not essential, to first add a little ammonia to neutralize the acid and 
prevent separation of sulphur. Boil for a moment to coagulate the 
lead sulphide and then filter and wash with hot water. These opera- 
tions entirely remove any calcium sulphate. 
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19. The lead sulphide is still almost certain to contain a little iron. 
This iron is originally retained by the lead sulphate. If allowed to 
remain it tends to obscure the end-point of the subsequent titration 
by producing a color with the tannic acid used for testing. It is best, 
therefore, to remove any possible iron in every case as follows: pour 
through the precipitate on the filter a mixture of 5 cc. of the dilute 
(x: 1) sulphuric acid and 15 cc. of strong hydrogen sulphide water, 
and then wash with cold water. 

20. Now drop filter and contents into the flask nn add 5 cc. of 
strong hydrochloric acid. Boil the mixture, best by manipulating 
the flask over a small free flame to prevent bumping, to convert the 
lead to chloride and expel hydrogen sulphide, the filter meanwhile 
becoming well disintegrated. If 5 cc. of acid prove insufficient to 
entirely decompose the lead sulphide, add a little more, but avoid 
using a large excess. In any case, boil off half or more of the acid and 
then, to the hot mixture, add 2-3 drops of strong nitric acid to oxidize 
any unexpelled hydrogen sulphide. Now add 25 cc. of cold water, 
then a few drops of litmus solution as an indicator, and then cautiously 
add ammonia in very plight eXcess. 5 eine, make distinctly acid 
with acetic acid. . 

21. Heat the mixture in the flask to boiling, dilute to about 
200 cc. with boiling-hot water, and titrate with the standard ammo- 
nium molybdate solution as follows: Pour about two-thirds of the hot 
lead solution into a large beaker and run the molybdate solution into 
it from a burette until a drop from the beaker, when placed on a 
glazed porcelain plate and touched with a drop of a solution of tannic 
acid (about 0.1 gram dissolved in 20 cc. of water), gives a brown or 
yellow tinge. Now add more of the lead solution from the flask and 
continue the titration until the end-point is again passed. Continue 
thus to approach the true end-point, using more caution each time. 
Finally, when only a few cubic centimeters remain in the flask, pour 
the entire mixture in the beaker into the flask and then back into the 
beaker again and finish the titration 2 drops at a time. When the 
final yellow tinge is obtained, some of the immediately preceding 
tests may have developed a tinge also. From the reading of the 
burette deduct the volume of 2 drops for each test thus showing a 
color. Multiply the corrected reading by the percentage value of 
1 cc. of the molybdate solution in lead to obtain the PotcniEe of lead 
in the ore. 
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22. Standard Molybdate Solution.—This should contain about 
4.26 grams of ammonium molybdate per liter, in order that when o.5 
gram of ore is taken for assay 1 cc. shall equal about 1 per cent of lead. 

Standardize as follows: Weigh carefully about 0.2 gram of pure 
lead foil and dissolve in an 8-oz. flask by warming with a mixture of 
2 cc. of strong nitric acid and 4 cc. of water. When dissolved, boil 
nearly or quite to dryness, add about 30 cc. of water, and see that all 
the lead nitrate dissolves. Now add 5 cc. of strong sulphuric acid, 
boil the mixture a moment, cool to room temperature, and allow to 
stand and settle a short time. Filter and wash with dilute (1 : 10) 
sulphuric acid. Proceed with the filtered lead sulphate precisely 
as described for the assay of an ore (in 18 et seq.), except that the puri- 
fication of the lead sulphide described in 19 may be omitted. I 
formerly dissolved the lead sulphate directly in a hot solution of ammo- 
- nium chloride and acetate and titrated at once. It was observed, 
however, that the large amount of ammonium salts necessary to effect 
complete solution of the lead sulphate hindered the separation of 
lead as molybdate during the titration, and the end-point was not as 
sharp as that obtained by the method described. 

Divide the weight of lead taken by the number of cubic centi- 
meters of molybdate solution used. This will give the weight of lead 
corresponding to 1 cc. of molybdate. From this figure calculate the 
percentage value of 1 cc. on the basis of 0.5 gram of ore taken for assay. 
One cc. of the molybdate solution should thus equal about 0.005 gram 
of lead, or about 1 per cent. 

23. Shorter Method for Ores containing Little or No Calcium.— 
Alexander’s original method did not sufficiently provide for the pres- 
ence of calcium, which is a frequent constituent of lead ores. It was 
partially to avoid this source of error that the method was modified as 
above. Calcium forms a molybdate which is more or less insoluble 
under the conditions of the titration and tends to raise the results in a 
rather irregular manner. When it is known to be absent or present 
only in small amount (as may frequently be noted from the appear- 
ance of the lead sulphate on the filter), the above process may be 
shortened as follows: 

24. Begin as usual and proceed until the washed lead sulphate 
precipitate is obtained on the filter. Place the precipitate and filter 
in the original flask, add 10 cc. of strong hydrochloric acid and boil 
until the filter is well disintegrated, then add 15 cc. of strong hydro- 
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chloric acid, 25 cc. of cold water and 25 cc. of strong ammonia water. 
Now color with a little litmus solution, make slightly alkaline with 
- ammonia if not already so, and then make distinctly acid with strong 
acetic acid. Heat to boiling and see that the lead sulphate is entirely 
dissolved, then dilute to about 200 cc. with boiling-hot water and 
titrate as previously described (21). : 

- 25. Even in the absence of calcium this method is lable to be 
unsatisfactory. The lead sulphate precipitate will frequently retain 
iron that cannot be dissolved or washed out, but which finally goes 
into solution with the lead sulphate and gives a color with tannic acid 
on the test-plate. The large amount of salts present also obscures 
the end-point and hinders the precipitation of the lead molybdate. 
This is especially noticeable with very low-grade ores. Except, 
therefore, for hasty approximate results, it is generally best to use the 
somewhat longer method first given. 

26. Ferrocyanide Method.*—This method gives very good results 
- and is preferred by some chemists. 

It is better to start with 1 gram, rather than 0.5 gram of the ore. 
Decompose in an 8-oz. flask precisely as described for the chromate 
method (2). Continue as there directed until the washed mixture of 
lead sulphate and gangue is obtained on the filter. The last two 
washings should be with pure water, to remove most of the acid. See 
that the filter is well creased, so as to lie as flat as possible and prevent 
solid matter from getting under the fold. Place a funnel in the orig- 
inal flask (which should be free from acid) and rinse the contents 
of the filter (without removing it from its funnel) into it as com- 
pletely as possible with cold water. Not more than 50 cc. of water 
need be used. Add to cc. of a cold saturated solution of commercial 
ammonium carbonate, pouring it through the original filter, and heat 
the mixture to boiling. The heating is necessary to ensure the com- 
plete conversion of any possible calcium sulphate to carbonate. Cool 
to ordinary temperature, under the tap or otherwise, and filter through 
the original filter, washing flask and precipitate thoroughly with cold 
water. Place in the flask some dilute acetic acid, equivalent to a mix- 
ture of about 5 cc. of the glacial acid and 25 cc. of water, and have it 
heating while the filter is being washed. The flask usually con- 
tains a small residue of lead carbonate which is thus recovered. 
Place the filter and contents in a large beaker and add the boiling hot 

* A, H. Low., Jour, Am.Chemy Soc.) XV, pi$50. 
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acetic acid. Stir the mixture about until the carbonates are entirely 
dissolved, heating if necessary. Dilute with about 100 cc. of cold 
water and the solution is ready for titration with standard potassium 
ferrocyanide solution. The end-point is indicated by the usual brown 
tinge when a drop is tested on a porcelain plate with a drop of a sat- 
urated solution of uranium acetate. Reserve a portion of the solution 
and titrate the main body rapidly until the end-point is passed; then 
add most of the reserved portion and titrate with more caution until 
the end-point is once more passed. Finally rinse in the balance of 
the reserve and finish the titration 2 drops at a time, stirring well 
after each addition. .When the final brown tinge is thus obtained, 
allow a little time for the immediately previous tests to develop and 
then deduct from the burette reading an amount equal to 2 more 
drops than are indicated by the tests, as a solution containing no lead 
shows the test only after the addition of the third drop of ferrocyanide. 

27. The standard ferrocyanide should contain about 10 grams of 
the crystallized salt to the liter.1 On the basis of 1 gram of ore taken 
for assay, 1 cc. of this solution will equal about 1 per cent lead. It is 
standardized on 0.3 to 0.4 gram of pure lead, reduced from the acetate. 
This is converted to sulphate by boiling with about 7 cc. of strong sul- 
phuric acid, and put through the entire process. 

28. While the above method answers in ordinary cases, in order 
to provide against bismuth and antimony (the basic sulphates of which 
might cause trouble), the following modification may be adopted: To 
the sufficiently cool residue of the sulphuric acid evaporation add 10 cc. 
of dilute sulphuric acid (1 : 10) and about 2 grams of Rochelle salt. 
When this has dissolved, add 40 cc. of water, heat to boiling and 
proceed as usual. 

Calcium does not interfere with this method except by the slight 
solvent action exercised by calcium acetate on the brown uranium 
acetate of the test. Thirty per cent of CaO in an ore, however, occa- 
sions no serious trouble. Calcium sulphate must not be allowed in 
the acetate solution, as it might occasion a loss of lead by precipita- 
tion as sulphate. 


| 


1One molecule of potassium ferrocyanide, K,Fe(CN)., precipitates 2 atoms of 
Pb as ferrocyanide, Pb,Fe(CN).>. The crystallized potassium ferrocyanide has the 
formula K,Fe(CN).«+3H.0 and its molecular weight is 422.366. This is equal to 
2Pb, or 414.4 parts by weight. This makes 1 per cent Pb, or, 0.01 gram, =0.01019 
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gram of ferrocyanide, the amount to be contained in 1 cc. to equal 1 per cent Pb, — 
or, 10.19 grams per liter. 


29. Decomposition of Refractory Material.—Metallurgical prod- 
ucts, such as antimonial slags, may obstinately resist the ordinary 
methods of attack. In such cases try the following plans, First A, 
and then, if that fails, try B. The latter is more troublesome but will 
probably succeed in almost any case. 

A. Treat 0.5 gram of the finely ground material precisely as 
described in ANTIMONY, 2. With oxidized material the piece of 
filter paper is very essential. It causes a reduction of antimony to the 
ous condition and thus promotes its solution. In the presence of 
much sulphur or carbon the paper is unnecessary. To the cool melt 
add 5 cc. of sulphuric acid, ro cc. of water and 5 cc. of hydrochloric 
acid. Boil to strong fumes. Cool, add 30 cc. of water, heat to boil- 
ing and then maintain hot, but not boiling, with occasional agitation, 
until the soluble salts, including any anhydrous ferric sulphate, are 
all dissolved. Add to cc. of alcohol, cool under the tap, filter and wash 
the lead sulphate as usual and proceed with it according to the methed 
selected. If the permanganate method is to be employed, Cute with 
100 cc. of water instead of 30. 

B. Employ the peroxide fusion, as described for chrome iron ore 
(CHROMIUM, 2, 3). If sulphides or carbon are present, modify the 
method by the addition of sodium carbonate to prevent too violent 
action, as described in MOLYBDENUM, 1. In either case proceed to the 
_ point where the crucible has been removed from the solution of the 
melt. Cover the casserole and boil to a bulk of 100 cc. or less. Now 
transfer the mixture to an 8-oz. flask, retaining any scales of iron oxide 
in the casserole, cleansing them by several slight additions of water and 
decanting. Cool the mixture in the flask, acidify slightly with sul- 
phuric acid (avoiding loss by effervescence) and then add 5 cc. in 
excess and to cc. of alcohol. Cool under the tap, filter off the lead 
sulphate and treat it as usual. 

30. Determination of Lead in Fire Assay Button—Hammer or 
roll the button out thin and weigh 0.250 gram. Transfer to an 8-oz. 
flask and convert to sulphate by boiling with 6 cc. of sulphuric acid. 
Cool, dilute with 30 cc. of water and continue as with an ore. 
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1. Method for Ores, etc.—Treat 0.5 gram of the ore in an 8-oz. 
flask with 1o cc. of strong hydrochloric acid, heating gently, avoiding 
boiling, to dissolve oxides, etc. Then, if sulphides are also present, 
add 5 cc. of strong nitric acid and continue the gentle heating until 
they are decomposed. Now boil to dryness to expel the acids (and 
render any separated silica insoluble). Warm the residue with 25 cc. of 
water and 1 or 2 cc. of strong hydrochloric acid, to effect solution of the 
salts, then transfer to a beaker, dilute to about 150 cc. with cold water 
and pass in hydrogen sulphide gas to remove copper, lead, etc. Filter, 
washing with dilute hydrogen sulphide water, and receive the filtrate 
in a large casserole (53 in.). Now add 5 cc. of strong hydrochloric 
acid (to provide for the formation of sufficient ammonium chloride to 
prevent the subsequent precipitation of alkaline earths as carbonates), 
then 15-20 cc. of strong bromine water to oxidize the iron and remove 
manganese, and finally make alkaline with ammonia. Boil for a few 
moments, allow to settle somewhat, and then filter, washing with hot 
water. Reserve the filtrate. Continue from this point as described 
for calcium in CALcrum, 2 and 3, until the filtrate from the calcium 
oxalate is obtained, or the combined filtrates, if two precipitations 
were made. 

2. In my own laboratory, for ordinary technical work, especially 
when the amount of magnesium is supposed to be small, this filtrate 
is concentrated considerably by boiling in a large porcelain casserole 
and the magnesium is then precipitated by Handy’s method (10). 
The precipitated magnesium ammonium phosphate is then ignited 
and weighed as Mg2P20z, as described in 4. 

For more exact results proceed as follows: 

3. Concentrate the filtrate from the calcium oxalate to small bulk 


by boiling in a large porcelain casserole, and when salts show a tendency 
137 
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to separate, transfer to a platinum dish or smaller porcelain casserole, 
in separate small portions if necessary, and evaporate on the water- 
bath to complete dryness. When dry, ignite gently to expel the 
ammonium salts. Cool, dissolve the residue in a very little dilute 
hydrochloric acid, make very faintly alkaline with ammonia and 
filter if necessary. The magnesium is now precipitated by the 
method of W. Gibbs.*{ (Or, proceed to ro and finish with the pre- 
cipitate as in 4, below.) 

4. Heat the solution to boiling and add, drop by drop, a solution 
of sodium ammonium phosphate (NaNH4uHPO,.2H20), 160 grams to 
the liter,f until no further precipitate is produced. Most of the 
magnesium is at once precipitated as amorphous, dimagnesium phos- 
phate (MgHPO.). Allow the solution to cool, and then, stirring con-. 
stantly, add about one-third its volume of ammonia. By this pro- 
cedure the precipitate is changed to crystalline magnesium ammonium 
phosphate (MgNH.PO,) and the magnesium remaining in solution is 
precipitated in the same form. Let the cold mixture stand two or 
three hours, and then decant the supernatant solution through a filter. 
Wash the precipitate three times by decantation with 2} per cent 
ammonia and then transfer to the filter and wash thoroughly with 23 
per cent ammonia. Dry the filter and precipitate, transfer the latter 
as completely as possible to a weighed platinum crucible, burn the 
filter-paper in a platinum spiral and add the ash to the precipitate in © 
the crucible. Cover the crucible and heat it, gently at first to expel 
the ammonia, and then over the blast-lamp until the residue is pure 
white. Cool in desiccator and weigh as Mg2P207. This weight, mul- 
tiplied by 0.2184 will give that of the Mg, or, if multiplied by 0.3620, 
that of the MgO. oe 

5. In the above method it is not usually considered necessary to 
remove, as sulphide, any zinc present, inasmuch as the ignition to 
expel ammonium salts will tend to drive off the zinc as chloride. 
Should a little still remain, it is not likely to precipitate as phosphate 
on account of the presence of the ammonia and ammonium salts added. 

6. Note on the Precipitation of Magnesium Ammonium Phos- 
phate.—If the precipitation is made in a strongly ammoniacal solution 
instead of as described, some tribasic magnesium phosphate (Mg3P20s) 


* Am. Jour. Sci., (3) 5, 114. 

+I usually “ae to precipitate by Handy’s method, finally weighing the pyrophos- 
phate, however, as described by Gibbs. 

t 27 cc, of this solution will precipitate o.5 gram of magnesium. 
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will almost invariably form. This will be unchanged by the ignition 
and cause low results. It is, therefore, necessary to add the excess of 
ammonia later, but even in this case, if ammonium salts are present, 
the precipitate will always contain monomagnesium ammonium 
phosphate (Mg(NHa)s(PO:)2), which requires intense heating to 
constant weight to be certain it has all changed to Mg2P207. 

7. H. Neubauer,* whose experiments demonstrated the above 
facts, proceeds as follows: Slightly acidify the filtrate from the calcium 
oxalate with hydrochloric acid and then add an excess of sodium phos- 
phate solution and one-third the solution’s volume of 10 per cent 
ammonia, stirring constantly. Allow to stand twenty-four hours and 
then wash by decantation, through a filter, with a little 23 per cent 
ammonia. It is better to evaporate the filtrate from the calcium 
oxalate to dryness and expel the ammonium salts by ignition, as previ- 
ously described (3). If this is done, the solution may be filtered after 
enly four hours’ standing instead of twenty-four. Place the beaker con- 
taining most of the precipitate under the funnel and pour through the 
filter a little dilute hydrochloric acid, washing the filter with hot water. 
Enough acid should be used to effect the solution of the precipitate in 
the beaker. Add now some ammonium chloride, a few drops of sodium 
phosphate solution, and’ one-third of the solution’s volume of Io per | 
centammonia. Allow tostandfourhours. Pour the solution through 
a filter, wash the precipitate three times by decantation with 23 per 
cent ammonia, then transfer it to the filter and wash it thoroughly 
with the dilute ammonia. Dry and ignite the precipitate as pre- 
viously described (4). | 

8. Limestones, Silicates, etc——In material of these classes the 
members of the hydrogen sulphide group are usually absent, and, 
accordingly, no steps are necessary to remove them. When the sub- 
stance is decomposable by acids the procedure is, with this exception, 
the same as previously described for ores (1). The treatment of 
silicates is begun as described for calcium on similar material (CAL- 
cIuM, 7), but inasmuch as the magnesium is to be determined gravi- 
metrically itis necessary to evaporate the acid solution to dryness, and 
remove the silica with the usual precautions (Smzica, 10). The acid 
solution, free from silica, is then treated as described for ores, usually 
omitting the hydrogen sulphide treatment. 


* Zeit. f. angew. Chem., 1896, 439. Treadwell, Quant. Anal., Hall, 2d Ed., p. 65. 
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9. Handy’s Volumetric Method.*—This is a modification of 
Stolba’s method in which the precipitated magnesium ammonium 
phosphate is titrated with standard sulphuric acid, the reaction being 


MgNH4PO.+ HeSO0s — MgSO4+ NH4H2POs. 


A measured excess of sulphuric acid is used and titrated back 
with standard sodium hydroxide. The results’ obtained are very 
satisfactory. 

The ore or other material is treated by the usual methods and the 
filtrate from the calcium oxalate precipitation is then treated as follows: 

10. Add ammonia (sp. gr. 0.90) equivalent to 1/10 of the solution. 
Cool in water to 20° to 25° C. Precipitate by adding slowly with 
constant stirring a saturated solution of sodium ammonium phosphate, 
using 1 cc. for each 0.01 gram magnesium oxide. Stir vigorously for 
five minutes or shake in a flask for an equal length of time. In the 
former case let the solution stand until the clarification of the upper 
liquid shows that the reaction is complete. In the case of flask pre- 
cipitations, if over 0.002 gram of magnesium oxide is present the 
_ solution may be filtered in fifteen minutes. Suction may be used if 
desired, but if many solutions are to be filtered at once little is gained 
by its use. Use 10 per cent ammonia wash (1 part ammonia (sp.gr. 
0.90) to 9 of water). Deliver it preferably from an aspirator bottle 
placed about 4 ft. above the bench. Wash by decantation as far as 
possible. Finally, wash the precipitate which has gone on the filter 
back into the beaker, stir it up with the ammonia wash and bring it 
again completely on the filter-paper. Wash once more, leaving the 
upper edge of the filter clear of precipitate so that it can be handled. 
Avoid assembling all of the precipitate in the apex, but leave it fairly 
evenly distributed over the lower two-thirds of the paper. Allow the 
precipitates to drain and then transfer each in turn to a dry 5-inch 
filter-paper, allowing them to remain there, open and face upward, 
until the bulk of the moisture has been absorbed. After about three 
minutes transfer them to fresh dry filters, and in the case of heavy 
precipitates to a third set a few minutes later. Then place the filters 
on a shelf to dry at the temperature of the room, or place filter papers 
and’ backing on the grating of an air oven having a temperature of 
50° to 60° C. After fifteen or twenty minutes in the oven, or forty- 
five minutes in the air, watch for the time when the filters have dried 

* James Otis Handy, Jour. Am. Chem. Soc., XXII, p. 31. 
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inward half an inch from the margin. This appearance has been 
found to indicate that the evaporation has gone far enough to insure 
the expulsion of the free ammonia. Now place the precipitates and 
filters in small dry beakers and treat each with a measured excess of 
decinormal sulphuric acid, stirring until the papers are disintegrated 
and the precipitates dissolved. Then add 2 drops of a o.1 per cent 
alcoholic solution of methyl orange. If this gives a clear decided pink, 
enough acid has been added. If it is only faintly pink, the excess of 
acid is slight and some minute particles may have escaped solution. 
In such cases add 5 cc. more decinormal sulphuric acid and stir well. 
Finally, dilute to about 100 cc. and titrate back with decinormal 
sodium hydroxide solution to the appearance of a clear ‘yellow color, 
free from all suggestion of pink. 


t cc.N/10 H2SO4 =0.002 gram MgO.* 


If the filtrations have taken place during the latter part of the day, 
the filters may be removed from the funnels and allowed to stand 
overnight, after which they are titrated as described. 

11. Notes on the above Method (Handy).—If the drying of the 
precipitate proceeds too far, solution in decinormal sulphuric acid is 
slow. If, however, the drying is stopped at the point described, there 
is enough moisture left so that, on stirring, the shai: blends 
quickly with the acid and soon dissolves. 

The tendency of magnesium to precipitate with iron and aluminum 
and with calcium oxalate must be met by re-solution in hydrochloric 
acid and reprecipitation. When the amount of calcium is considerable 
it is best to burn off the first oxalate precipitate before dissolving in © 
hydrochloric acid. By this means the oxalate is decomposed and the 
addition of ammonia alone does not cause its sudden reprecipitation. 
Even in the second precipitation, if the boiling is allowed to proceed 
longer than is necessary to make the finely crystalline calcium oxalate 
settle well, some magnesium oxalate is sure to precipitate, betraying 
its presence by its coarser texture. The solution for magnesium pre- 
cipitation usually does and always should contain in the form of 
ammonium chloride the equivalent of 5 cc. of concentrated hydro- 
chloric acid per 100 cc. 


* More accurately, 0.002016 gram MgO. 1 cc. N/1o H2SOQ,=0.0049038 gram H2SOx. 
The reaction (g) gives the proportion 98.076 : 40.32 =0.0049038 : % %«=0,002016, 
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MANGANESE 
1. THE following methods for the determination of manganese 
are applicable to most ores, the first one being ordinarily employed 

in my own laboratory. In unusual cases, where the material fails to 
be sufficiently decomposed by simple acid treatment, the mode of 
attack calls for the exercise of the operator’s judgment. It is usual in 
such cases to employ one of the methods described under IRON 
(17, 18, et seq.), and eventually to bring the solution of the substance 
into a proper condition for continuing by the regular method. 

2. Usual Method for Ores, etc..—Treat 0.5 gram of the sub- 
stance in an 8-oz. flask with whatever acids are necessary to decom- 
pose it. For an oxidized ore, about to cc. of strong hydrochloric acid 
are usually sufficient. With mixed ores it is best, in most cases, to 
start with hydrochloric acid, to dissolve the oxides, and then add 
5-10 cc. of strong nitric acid to decompose the sulphides. With pure, 
or nearly pure, sulphides, begin at once with 1o cc. of nitric acid. 

3- Heat very gently at first until the decomposition is complete. 
Finally add about 5 cc. of strong sulphuric acid and heat strongly, 
best over a free flame, almost to dryness. Cool and add about t00 cc. 
of water. Boil the mixture a moment and allow to stand, hot, with 
occasional shaking, until anhydrous ferric sulphate, etc., has dissolved 
(a minute or two). Add 1 or 2 grams of finely powdered (not lumpy) 
zinc oxide and heat to boiling. Remove from the heat and continue 
to add zinc oxide in small portions, while shaking, until all iron is 
precipitated and a moderate amount of white zinc oxide remains in 
the bottom of the flask.* Be sure that the iron is all down. Heat to 
boiling (liable to foam) and then filter through an 11-cm. filter having 
a small wad of wetted absorbent cotton‘in the apex. Wash ten times 
with hot water, receiving the filtrate in a 500-cc. beaker. If any lead is 
likely to be present, add 2 cc. of a saturated pelaesum dichromate 
solution before the final boiling.” 

4. Add to the filtrate 3-4 grams of sodium acetate, or about 5 cc. 


* As long as the zinc oxide is precipitating iron it becomes colored brown with ferric 
hydroxide; as soon as an excess remains white it indicates that all the iron has been 
precipitated. | 
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of a saturated solution, and 30 cc. of saturated bromine water.* Heat 
to boiling and boil several minutes. If bromine vapors do not 
appear above the liquid in the covered beaker, add more bromine 
water until they do. This shows the necessary excess. 

5. Filter through an 11-cm. filter and wash ten times with hot 
water. Any MnOz adhering in the beaker is simply washed clean 
and left there. It will be recovered later. The filtrate should be 
clear. If desired, it may be further tested by boiling with more 
bromine water. 

6. Place the washed precipitate, together with the filter, back in 
the beaker and run in from a burette what is judged to be an excess 
of the standard oxalic acid solution, described below (9). On the 
basis of o.5 gram of ore taken for assay, each cubic centimeter of this 
solution is equivalent to about 1 per cent of manganese. Now add 
about 50 cc. of dilute 1 : ro sulphuric acid and heat the mixture nearly 
to boiling with gentle agitation. Avoid shredding the filter. If the 
precipitate fails to dissolve completely, after boiling gently for some 
time, add more of the oxalic acid solution, but avoid a large and 
unnecessary excess. When the precipitate has entirely dissolved, 
dilute the solution to 150-200 cc. with hot water and titrate to a 
faint permanent pink tinge with a standard solution of potassium 
permanganate (8). The excess of oxalic acid not consumed by the 
MnOz is thus found. Subtracting this from the total amount of 
oxalic acid used, the remainder is the amount used in reducing the 
MnOz to MnO. Multiply this figure by the value of 1 cc. in man- 
ganese to obtain the amount of manganese in the ore. 

Example.—Took o.5 gram of ore. 

1 cc. of the permanganate solution=o.5611 cc. of the oxalic acid sol. 
1 cc. of the oxalic acid solution=o0.00502 gram of manganese, or, 
1.04 per cent when o.5 gram of ore is taken. 
Permanganate used in t:trating excess of oxalic acid, 5.65 cc., equiva- 
lent to 3.17 cc. of oxalic acid solution. 


Total number of cc..of oxalic acid solution used. . 25.40 
(PW ne Oa all tae rR ig tp Rr eter od rr or 2 kW 
Consumed: by, the: MMOs. ize os) o'er 22.44 


22.23 multiplied by 1.04 gives 23.12, the percentage of manganese in 


the ore. 
* Fifty cc, are sufficient in any case. 
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7. The reactions that take place may be expressed as follows: 
Between the MnOz and the oxalic acid: 


Mn0O2+C204H2.2H20 +H2SO4 — MnSO4+ 2CO2+4H20. 


Thus 126.058 parts, by weight, of oxalic acid in the standard solution 
correspond to 54.93 parts of manganese. One per cent of manganese, 
on-the basis of 0.5 gram of ore taken for assay, is 0.005 gram, and the 
amount of oxalic acid corresponding to this is 0.01148 gram. ‘This, 
then, is the amount to be contained in t cc., or, 11.48 grams per liter, 
in order that 1 cc. =1 per cent Mn. | 

Between the oxalic acid and permanganate: 


2K MnO4+ 5C204H2. 2H20 + 3H2SO4 
— K2S04+2MnSO.4+ 10CO02+ 10H20. 


The standard solutions required are prepared as follows: 

8. Standard Potassium Permanganate.—This may be approxi- 
mately one-tenth normal, or about 3.16 grams per liter. The solution 
used for iron is ordinarily employed. The iron value multiplied by 
1.129 will give the oxalic acid value. This value may also be deter- 
mined by standardizing against oxalic acid or an oxalate directly. 
_ While the usual C. P. oxalic acid is not absolutely pure, it will gener- 
ally suffice for technical work. Weigh carefully about 0.2 gram of the 
clean crystals and dissolve in a 6-oz. flask in a mixture of about 5 cc. 
of strong sulphuric acid and 100 cc. of water. Heat to 60°-70° C. and 
titrate with the permanganate solution to a permanent faint pink 
tinge. From the number of cubic centimeters used, calculate the value 
of 1 cc. in oxalic acid. ; 

Example.—Took 0.2195 gram of oxalic acid. Used 34.0 cc. of 
permanganate. Then 0.2195+34.0=0.006455, the value in grams 
of oxalic acid of 1.cc. of the permanganate solution. One cc. of an 
exactly decinormal permanganate solution would equal 0.0063029 
gram of oxalic acid. 

g. Standard Oxalic Acid Solution.—This, as explained above (7), 
should contain about 11.48 grams of C2O4H2. 2H2O per liter, in order 
that 1 cc. may equal about 1 per cent of manganese when 0.5 gram of 
ore is taken for assay. Standardize as follows: Place in an 8-oz. flask 
about 5 cc. of strong sulphuric acid and dilute with 100 cc. of water. 
From a burette run in about 25 cc. of the oxalic acid solution. Heat 
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the mixture to about 70° C. and titrate with the standard permangan- 
ate to a permanent faint pink tinge. From the number of cubic centi- 
meters of permanganate used, and the known value of each cubic 
centimeter in oxalic acid, calculate the true strength of the oxalic 
acid solution and the consequent value of 1 cc. in manganese. 

Example.—Ran in 21.70 cc. of oxalic acid solution. Used 40 cc. 
of permanganate. If the value of 1 cc. of permanganate is 0.006455 
gram of C204H2.2H20, then the 4o cc. used are equal to 0.2582 gram. 
As this is the amount of oxalic acid contained in 21.70 cc., each cubic 
centimeter contains o.o11g gram. In the reaction between man- 
ganese dioxide and oxalic acid previously given (7), it is shown that 
126.058 parts by weight of oxalic acid are equal to 54.93 parts of man- 
ganese. Consequently, to find the manganese value of the present 
oxalic acid, we have the proportion. 


126. ooo 54.93 =O.01I9 : & 
x =0.005184 “ 
(Oxalic acid X0.4357 =Mn). : 


1 cc. of the oxalic acid solution therefore equals 0.005184 gram of Mn, 
or, 1.037 per cent on the basis of 0.5 gram of ore. 

10. In determining the manganese value of the oxalic acid solution, 
the value of 1 cc. of the permanganate solution in cubic centimeters of 
standard oxalic acid solution should also be noted. ‘Thus, in the last 
example, 40 cc. of permanganate solution were equal to 21.70 cc. of 
oxalic acid solution, therefore, 1 cc. of permanganate solution is equal 
to 0.5425 cc. of oxalic acid solution. This value should be marked on 
the permanganate bottle. The oxalic acid solution very slowly decom- 
poses on keeping and requires to be restandardized occasionally. The 
addition of 50 cc. of sulphuric acid per liter greatly improves its keep- 
ing qualities. 


1In this method the manganese is precipitated in the form of MnO. This is 
filtered off and subsequently reduced to MnO by oxalic acid in the presence of 
dilute sulphuric acid. The MnO dissolves in the sulphuric acid to form MnSO.. 
The oxalic acid is added in the shape of a known volume of a standard solution, 
and the amount consumed in the reduction is determined by titrating the remain- 
der with permanganate and deducting the amount found from the total added. 
From the amount of oxalic acid required for the reduction the manganese is cal- 
culated in accordance with the following reaction: 


MnO, +C,0 tHe er. MnO +H,.O + 2CO,. 
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Every molecule of C,0.H2 is thus equivalent toratomofMn. The crystallized 
acid used in making the standard solution holds, of course, the same relation. 
Its formula is C,O.H2.2H,O, and its molecular weight is 126.058. Mn=54.93. 
126.058 parts by weight of oxalic acid crystals therefore = 54.93 parts by weight of 
Mn. The Mn value of 1 cc. of the standard oxalic acid solution is thus easily 
calculated. 

2 Any lead not removed would be precipitated by the bromine as PbO; and 
eventually count as manganese. 

’ The following reaction gives the outline of how the bromine oxidizes and pre- 
cipitates the manganese: 


MnO+2Br+H.0 = MnO,.+2HBr. 
If the HBr were allowed to accumulate, the reaction might reverse as follows: 


2HBr+Mn0O, — MnBr.+2H,0+2Br. 


This is prevented by the sodium acetate added. It neutralizes the hydrobromic 
acid and sets free acetic acid in its place. The acetic acid is without action on the 
precipitated MnO,. 

4 Oxalic acid is oxidized to carbon dioxide and water as follows: C,0.H2-+O — 
2CO,+H.0. This shows that 1 oxygen is sufficient for 1 molecule of C,04Hb, or of 
the crystallized acid, C,0.H2.2H.O, the molecular weight of which is 126,058. 

When ferrous iron is oxidized, it is changed from FeO to Fe.Os, as follows: 
2FeO, or, Fe.O., +O =Fe.03. Thus Fe, =O. Accordingly, C.0.H:.2H,O0 =O = Fe, 
that is, by weight, 126.058 parts of crystallized oxalic acid =111.68 parts of Fe. 
This gives 1 Fe=1.129 oxalic acid, or, the Fe value of the permanganate multi- 
plied by 1.129 will give the oxalic value. 


11. Determination of MnO2 Only.—Place 0.5 gram of the finely 
ground ore in an 8-oz. flask. Add 25 cc. of water, 5 cc. of strong 
sulphuric acid and as much of the usual standard oxalic acid solution 
delivered from a burette, as may be judged necessary to decompose the 
MnOz present and leave a moderate excess of oxalic acid. More may — 
be added later if found necessary. Boil gently until the decomposition 
of all MnOsz is effected, adding more water or more oxalic acid solution 
as required. Finally, dilute, if necessary, with hot water, until the 
flask is about half full, and titrate with permanganate as usual. 
Make the same calculation as in 6. Multiply the per cent of man- 
ganese shown by 1.582 to obtain the per cent of MnOz. 

12. Volhard’s Method.—This is the method most generally used 
in western laboratories, but not my personal preference. Treat 1 gram 
of the ore in an 8-oz. flask with whatever acids are necessary to decom- 
pose it, beginning with 1o cc. of strong hydrochloric acid, and heating 
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very gently, if oxides are present, and afterwards adding nitric acid, 
if necessary, to decompose sulphides and peroxidize iron. When the 
decomposition is complete add about 7 cc. of strong sulphuric acid 
and heat over a free flame until fumes of sulphuric acid are evolved 
copiously. Cool, add 25 cc. of water, boil a short time, and allow to 
stand, hot, with frequent shaking, until all anhydrous ferric sulphate 
has dissolved. Transfer the mixture * to a s500-cc. graduated flask 
and add an emulsion of zinc oxide } in slight excess, to precipitate 
the iron. Agitate the flask to facilitate the precipitation and see that 
a slight excess of zinc oxide remains when the reaction is complete. 
Now dilute the contents of the flask up to the mark with cold water, 
mix thoroughly and allow to stand a short time and partially settle. 
By means of a graduated pipette draw off 100 cc. of the clear super- 
natant liquid and transfer it to an 8-oz. flask. While the precipitate in 
the 500-cc. flask may appear large, it actually occupies but a very 
small space, and any error caused by it may consequently be neglected. 
Likewise the error in measurement due to change of temperature during 
the manipulation is insignificant. Heat the solution in the small flask 
to boiling, add two or three drops of nitric acid (which causes the sub- 
sequent precipitate to settle more quickly) and titrate with a standard 
solution of potassium permanganate. The permanganate causes a 
precipitate which obscures the liquid, and it is therefore necessary to 
titrate cautiously and agitate the flask after each addition, and then 
allow the precipitate to settle sufficiently to observe whether or not the 
solution is colored pink. A little experience will enable one to judge, 
by the volume of the precipitate formed, about how rapidly to run 
in the permanganate. ‘The final pink tinge, indicating the end of the 
reaction, is best observed by holding the flask against a white back- 
ground and observing the upper edges of the liquid. When this point 
is attained, bring the contents of the flask nearly to a boil once more 
and again observe if the pink tint still persists, adding more perman- 
ganate if necessary. In making this end-test avoid actually boiling 
the liquid, as a continual destruction of the color may sometimes thus 
be effected and the true end-point considerably passed. When the 
color thus remains permanent the operation is ended. Observe the 


* Using hot water. 

+ For ordinary use I simply mix the usual C. P. zinc oxide with water. A better 
and purer mixture is made as follows: Precipitate a solution of pure zinc sulphate with 
a solution of potassium hydroxide in insufficient amount to cause the solution to become 
alkaline. Wash the residue several times with hot water and then transfer it to a tightly 
. stoppered bottle ith enough water to hold it in suspension, 
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number of cubic centimeters of permanganate solution used and cal- 
culate the result. 

13. The precipitate formed is not necessarily manganese dioxide, 
although the calculation can be correctly made as though the following 
reaction took place: 


3MnSOs.+ 2K MnO.+ 2H20 — 5MnO2+K280+4 2H2SQu. 


In the presence of metallic salts, such as those of calcium or 
zinc, manganites of varying composition are formed, e.g., 


4K Mn0O.+ 5ZnSO4+6MnSO.+ 14H20 
—4KHSO4+ 7H2S04+ 5(ZnH202- 2MnOz2). 


The precipitated manganese is, however, always in the tetravalent 
form, and, therefore, the ratio of the first reaction between the man- 
ganese and the permanganate is not changed. 

14. It is customary to use the same permanganate solution for 
both iron and manganese. After the factor for iron has been deter- 
mined (IRon, 12) it may be multiplied by 0.2952 to obtain the factor 
for manganese. It will be observed in the first equation above that 
2K MnO. are required for 3Mn, and in the reaction for iron in IRON, 2, 
that 2K MnO, are required for 1oFe. Therefore 558.4 parts of iron 
are equivalent to 164.79 parts of manganese, or, 1 part of iron to 
0.2952 part of manganese.! 


1In the iron titration in an acid solution, the Mn,0; of the permanganate, 
K,0.Mn;,O;, is wholly reduced to Mn.Oz, or 2MnO, by giving up Os. In the pres- 
ent manganese titration the solution is neutral and the Mn,O; of the permanganate 
is reduced only to Mn.O,, or, 2MnO, and gives up only Os. - 

In the manganese titration, then, the permanganate has only three-fifths of 
the oxidizing power it has in the iron titration. | 

When ferrous iron is oxidized, Fe,O,-+-O = Fe.,0;, making Fe,=O. In the case 
of manganese, MnO+O=Mn0O,,making Mn=O. This gives Fe: = Mn, or, 111.68 
Fe=54.93 Mn, making 1 Fe=o.4920 Mn. But as permanganate has, in the 
present case, only three-fifths of the oxidizing power it has in the case. of iron, 
then the Mn ratio is $(0.4920), or 0.2952. 


15. The Bismuthate Method for the Determination of Man- 
gamese.*—This method is based on the fact that a manganous salt 


* Andrew A. Blair, Jour. Am. Chem. Soc., XXVI, 793. Method originally proposed 
by Schneider and modified first by Reddrop and Ramage and then by Brearley and 


Ibbotson, i re . 
a 


a 2% ~ 
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in the presence of an excess of nitric acid is oxidized to permanganic 
acid by bismuth tetroxide. The permanganic acid formed is very 
stable in nitric acid of 1.135 sp. gr. when the solution is cold, but in hot 
solutions the excess of the bismuth tetroxide is rapidly decomposed and 
then the nitric acid reacts with the permanganic acid, and as soon as a 
small amount of manganous salt is formed the remainder of the per- 
manganic acid is decomposed, manganous nitrate dissolves and man- 
ganese dioxide precipitates. 

In the cold, however, the excess of the bismuth salt may be filtered 
off, and to the clear filtrate an excess of ferrous sulphate may be 
added and the amount necessary to deoxidize the permanganic acid 
determined by titrating with permanganate. The end reactions are 
very sharp and the method is extremely accurate, but the presence 
of even a trace of hydrochloric acid utterly vitiates the results. Red- 
drop and Ramage pointed out that bismuth tetroxide, which was used 
by Schneider, is difficult to obtain free from chlorides, and they rec- 
ommended sodium bismuthate, which they prepare as follows: Heat 
20 parts of caustic soda nearly to redness in an iron or nickel crucible 
and add, in small quantities at a time, 10 parts of basic bismuth 
nitrate, previously dried in a water-oven. Then add 2 parts of sodium 
peroxide and pour the brownish-yellow fused mass on an iron plate to 
cool; when cold, break it up in a mortar, extract with water and collect 
on an asbestos filter. The residue, after being washed four or five 
times by decantation, is dried in the water-oven, then broken up and 
passed through a fine sieve. (The Baker & Adamson Chemical Co. 
have prepared sodium bismuthate in this manner which is perfectly — 
free from manganese chlorides and has proved entirely satisfactory.) 


THE METHOD 


_ Steels.—Dissolve 1 gram of drillings in 50 cc. of nitric acid (sp. gr. 
1.135) inan Erlenmeyer flask of 200 cc. capacity. Cool and add about 
0.5 gram of bismuthate. The bismuthate may be measured in a small 
spoon, and experience will soon enable the operator to judge of the 
amount with sufficient accuracy. Heat for a few minutes, or until the 
‘pink color has disappeared, with or without the precipitation of man- 
ganese dioxide. Add sulphurous acid, solution of ferrous sulphate or 
sodium thiosulphate in sufficient amount to clear the solution and heat 
until all nitrous oxide has been driven off. Cool to about 15° C., add 
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an excess of bismuthate and agitate for a few minutes. Add 50 cc. 
of water containing 30 cc. of nitric acid to the liter and filter through 
an asbestos felt on a platinum cone into a 300-cc. Erlenmeyer flask, 
and wash with 50 to 100 cc. of the _same acid. 
The arrangement shown in Fig. 16 has proved 
very satisfactory. Run into the flask from the 
pipette, shown in Fig. 17, a measured volume of 
ferrous sulphate solution and titrate to a faint 
pink color with permanganate. The number of 
cubic centimeters of the permanganate solution 
obtained, subtracted from the number correspond- 
ing to the volume of ferrous sulphate solution 
used, will give the volume of permanganate equivalent to the 
- manganese in the sample, which, multiplied by the value of the per- 
manganate in manganese, gives the amount of manganese in the steel. 

Pig Iron.—Dissolve 1 gram in 25 cc. 
of nitric acid (sp. gr. 1.135) in a small 
beaker, and as soon as the action has 
ceased, filter on a 7-cm. filter into a 200-cc. 
Erlenmeyer flask, wash with 30 cc. of the 
same acid and proceed as in the case of 
steels. 

In the analysis of white irons it may 
be necessary to treat the soluticn several 
times with bismuthate to destroy the 
combined carbon. The solution, when 
cold, should be nearly colorless; if it is 
not, another treatment with bismuthate 
is necessary. 

Iron Ores Containing Less than 2 Per 
Cent of Manganese.—Treat'1 gram in a 
platinum dish or crucible with 4 cc. of strong *’ - 
sulphuric acid, 10 cc. of water and to to 
20 cc. of hydrofluoric acid. Evaporate 
until the sulphuric acid fumes freely. Cool and dissolve in 25 cc. of 
1.35 nitric acid. If no appreciable residue remains, transfer to a 
200-cc. Erlenmeyer flask, using 25 cc. of 1.135 nitric acid to rinse the 
dish or crucible, and proceed as usual. If there is an appreciable resi- 
due, filter on a small filter into a beaker, wash with water, burn the 
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filter and residue in a crucible, and fuse with a small amount of potas- 
sium acid sulphate. Dissolve in water with the addition of a little 
nitric acid, add to the main filtrate, evaporate nearly to dryness, 
take up in 1.135 nitric acid and transfer to the flask as before. 

Manganese Ores and Iron Ores High in Manganese.—Treat 1 gram 
as in the case of iron ores, using a little sulphurous acid if necessary. 
Transfer the solution to a 50o-cc. flask, dilute to the mark, mix thor- 
oughly and measure into a flask, from a carefully calibrated ‘pipette 
such a volume of the solution as will give from 1 to 2 per cent of man- 
ganese and enough strong nitric acid (sp. gr. 1.4) to yield a mixture 
of 1.135 acid ina volume of 50 to 60 cc. For example, in a 50 per cent 
ore use 10 cc. of the solution and add 30 cc. of water and to cc. nitric 
acid (sp. gr. 1.4). In this case the manganese must be calculated on 
so of a gram or 20 mg. of ore. When working on such amounts 
it is always desirable to make duplicate analyses and take the mean, 
as a difference of 0.1 cc. makes a large error in the result. When 
the ore contains a much smaller amount of manganese, say 5 to 10 
per cent, it is better to make up the solution to 100 cc. instead of 500. 

Ferro-manganese.—Treat 1 gram exactly like steel. Dilute to 
500 or tooo cc. and proceed as in manganese ores. 

Ferro-silicon.—Treat 1 gram with sulphuric and hydrofluoric 
acids and proceed as with iron ores. 

Special Steels—Steels containing chromium offer no special 
difficulties except that it must be noted that while in hot solutions 
_ the chromium is oxidized to chromic acid, which is reduced by the 
addition of sulphurous acid, the oxidation proceeds so slowly in cold 
_ solutions that if there is no delay in the filtration and titration the 
results are not affected. Steels containing tungsten are sometimes 
troublesome on account of the necessity for getting rid of the tungstic 
acid. Those that decompose readily in nitric acid may be filtered and 
the filtrate treated like pig iron, but when it is necessary to use hydro- 
chloric acid it is best to treat with agua regia, evaporate to dryness, 
redissolve in hydrochloric acid, add a few drops of nitric acid, dilute, 
boil, and filter. Get rid of every trace of hydrochloric acid by repeated 
evaporations with nitric acid, and proceed as with an ordinary steel. 
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REAGENTS 


Nitric Acid (sp. gr. 1.135).—A mixture of 3 parts of water and 1 
part strong nitric acid answers perfectly for this purpose. _ 

Nitric Acid (3 per cent).—Thirty cc. of strong nitric acid to the 
liter. 

Permanganate Solution and Ferrous Sulphate Solution.—One 
gram of potassium permanganate to the liter gives a solution of 
convenient strength, and 12.4 grams of ferrous ammonium sulphate and 
50 cc. of strong sulphuric acid,* made up to 1 liter, gives a solution 
which is almost exactly equal to the permanganate solution. As the 
strength of the ferrous sulphate solution changes quite rapidly, while 
the permanganate remains unaltered for months, it is unnecessary and 
troublesome to attempt to keep them of the same strength. If a con- 
stant volume of the ferrous sulphate solution is used and tested against 
the permanganate solution every day, the calculation of the results is 
very simple. It is necessary that the conditions should be the same in 
getting the strength of the ferrous sulphate solution as in titrating a 
solution for manganese, and after many experiments the following 
method of procedure was adopted: Measure into a 200-cc. flask 50 cc. 
of nitric acid (sp. gr. 1.135), cool and add a very small amount of bis- 
muthate, dilute with 50 cc. of 3 per cent nitric acid, filter into a 300-cc. 
flask and wash with so cc. of 3 per cent nitric acid. If the felt is well 
coated with bismuthate it is unnecessary to add any to the nitric acid 
in the flask, as filtration through the mass of bismuthate on the felt 
will answer the purpose. Run in from the pipette (Fig. 17) 25 cc. of 
ferrous sulphate solution and titrate with the permanganate to a faint 
pink. This gives the value in permanganate of the ferrous sulphate 
solution. With this method of procedure the discrepancies that had 
occurred entirely disappeared, and it is possible to make any number of 
determinations with a variation of less than o.1 cc. 

The permanganate solution may be standardized in three ways: 

First, by getting its value in iron in the usual way and calcu- 
lating its value in manganese. The proportion is 279.2 : 54.93, Or 
AS £-7:O; 1967. | | 

Second, by titrating a steel with a known amount of manganese 
and getting the value of the solution by dividing the percentage 


* Dr. C. B. Dudley proposes to use 25 cc. of sulphuric and 25 cc. of strong phosphoric 
acid as tending to give a more nearly colorless solution. 
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of manganese by the number of cubic centimeters of the permanganate 
used. 

Third, by making a solution of pure manganese sulphate and 
determining the manganese in it by evaporating a weighed amount 
of the solution to dryness, heating to dull redness and weighing as 
manganese sulphate, which, multiplied by 0.3639 gives the amount 
of manganese. Five grams of “ C. P.”” manganese sulphate dissolved 
in 500 cc. of water and filtered will give a solution containing about 
0.0035 gram of manganese to the gram of solution. Weigh 1 to 3 
grams of the solution in a crucible, transfer to a 200-cc. flask, using 
so cc. of nitric acid (sp. gr. 1.135), cool, add 0.5 to 1 gram bismuthate 
and allow it to stand for three or four minutes, shaking at intervals. 
Add 50 cc. of 3 per cent nitric acid and filter through the asbestos filter 
and wash with 50 or 60 cc. of the same acid. Run 25 cc. of the ferrous 
sulphate solution into the flask from the pipette and titrate with the 
permanganate solution to a faint pink. Subtract the number of cubic 
centimeters of the permanganate solution obtained from the value of 
the 25 cc. of ferrous sulphate solution in permanganate and the result 
is the number of cubic centimeters of the permanganate corresponding 
to the manganese in the manganese sulphate solution used. Divide 
the weight of the manganese in the manganese sulphate used, by the 
number of cubic centimeters of permanganate, and the result is the 
value of 1 cc. of permanganate in manganese. 

Example—One gram manganese sulphate solution contains 
0.003562 gram manganese; 2.0372 grams manganese sulphate solu- 
tion equals 0.0072565 gram manganese; 25 cc. ferrous sulphate solu- 
tion equals 24.5 cc. permanganate solution; 2.0372 grams manganese | 
sulphate, after oxidation and addition of 25 cc. ferrous sulphate solu- 
tion, require 3.6 cc. permanganate solution; 24.5 cc. —3.6 cc. = 20.9 CC.; 
0.0072565 divided by 20.9 =0.0003472, or 1 cc. of permanganate equals 
0.0203472 gram of manganese. If, then, 1 gram of steel, after oxida- 
tion and addition of 25 cc. ferrous sulphate solution, requires 6.2 cc. 
permanganate solution to give the pink color, 24.5 —6.2 =18.3X 
0.0003472 =0.006354 gram, or the sample contains 0.635 per cent 
manganese. 
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NOTES AND PRECAUTIONS 


The delicacy of the reaction of manganese in nitric acid soJution 
with sodium bismuthate is extraordinary; 0.000005, gram of man- 
ganese gave an appreciable color in 50 cc. of solution. ; 

When the proper precautions are observed, this method for mate- 
rials containing small amounts of manganese, say up to 2 per cent, Is 
more accurate than any other method, volumetric or gravimetric, 
that I have ever used. 

As will be seen in the description of the various methods of solution, 
the use of hydrochloric acid has been avoided because the presence 
of even traces of this reagent is fatal to the accuracy of the method. 
Where it is impossible to avoid its use and its presence is suspected 
in the final nitric acid solution, the addition of a drop or two of silver 
nitrate will overcome the difficulty, but the filter must be rejected 
after using it for filtering a solution so treated. 

Any form of asbestos filtering tube may be used for filtering off 
the bismuthate, but the perforated cone with bell jar, shown in Fig. 16, 
is the ‘most satisfactory, because it has the largest area of filtering 
surface. One filter may be used for fifty or more determinations and 
the time occupied in filtering and washing one determination is only 
from one minute and a half to three minutes. The filtrate must be 
perfectly clear, for the least particle of bismuthate carried through will 
vitiate the result by reacting with the excess of ferrous sulphate. As 
soon as the filtration and washing are completed; the ferrous sulphate 
should be added and the excess titrated with the permanganate solu- 
tion, as the permanganic acid gradually decomposes on standing and 
the warmer the solution the more rapid is the decomposition. Ata 
temperature of 5° C. the solution will remain unaltered for several 
hours, but at.40° C. fifteen minutes will show an appreciable change. 
The larger the amount of manganese the more rapid the change. Itis 
especially important not to allow the solution to stand after adding the 
ferrous sulphate, as the excess of this reagent reacts with the nitric 
acid in a few minutes and the formation of the smallest amount of 
nitrous oxide is fatal to the accuracy of the determination. For this 
reason it is important to boil off every trace of nitrous oxide when in 
the earlier part of the operation sulphurous acid or other deoxidizing 
agent is added. 

When working with steels of unknown manganese content, it may 
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often happen that 25 cc. of ferrous sulphate solution are insufficient 
to entirely reduce the permanganic acid, in which case an additional 
amount of ferrous sulphate must be added. The pipette shown in 
Fig. 17 has been arranged to meet this contingency. It will be 
noticed that the solution of permanganic acid upon the addition of. 
an insufficient amount of ferrous sulphate does not necessarily retain 
its pink or purple color, but usually changes to a dirty brown. When 
this occurs, the lower part of the pipette may be emptied directly 
into the flask and the value of the two parts taken as the amount from 
which the number of cubic centimeters of permanganate corresponding 
to the excess of ferrous sulphate must be subtracted. When the 
sample is low in manganese, the to-cc. portion of the pipette alone 
may be used, so that the arrangement allows a great deal of varia- 
tion in the manganese content of the samples worked on. 

There is no advantage in using permanganate solutions differ- 
ing in strength from the one given above, but the strength of the 
ferrous sulphate solution may be changed to meet special cases. 


CHAPTER XIX 
MERCURY 


1. Volumetric Method.*—Weigh 1 gram, more or less, of the ore 
according to richness, into an 8-oz. flask. Add 10 cc. of 1:1 sul- 
phuric acid and about 0.5 gram of potassium permanganate crystals. 
Agitate the flask and heat to boiling, finally boiling to fumes. Allow 
to cool, then dilute with about 50 cc. of cold water, heat to boiling, 
and, while boiling, add oxalic crystals, a little at a time, until the sep- 
arated MnOz is all reduced and dissolved. Cool under the tap and 
filter, washing with dilute (1 : 10) sulphuric acid. | 

Pass hydrogen sulphide into the cold filtrate to saturation. Filter, 
washing with cold water. Rinse the precipitate from the filter, while 
still in the funnel, as completely as possible, into a porcelain dish or 
casserole and boil it for some time with dilute nitric acid (sp. gr. 
1.2-1.3.){ Finally, dilute the mixture with a little hot water and 
filter through the same filter as before, washing with hot dilute nitric 
acid (1:3). The filter will probably be more or less stained with 
sulphides that could not be rinsed off. The hot filtration and washing 
will tend to cleanse these traces of sulphides, so that any impurities 
finally left with the HgS will be negligible. ~ ‘ 

2. Wash the well-washed sulphide from the filter into an 8-oz. 
flask, with hot water, using as little as possible. The stain remaining 
on the filter may usually be neglected. Save the filter, however. 
To the mixture in the flask add 5-6 cc. ofstrong sulphuric acid and 0.5 
gram, or usually less, of potassium permanganate crystals. Boil with 
frequent agitation over a free flame, to fumes. Now remove from the 
heat, and, without cooling, add oxalic, crystals, in very small portions 
so as to avoid much excess, until all the separated MnOz is reduced and 
dissolved. Again heat to fumes to destroy the excess of oxalic acid. 

* A. H. Low, Chemist—Analyst, 1919, 29, 13. 
t A mixture of 2 parts of strong acid to 1 part of water will serve. 
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Cool and then dilute with about too cc. of cold water. The solution 
should be perfectly clear. ; 

3- Cool to room temperature, add the usual ferric indicator (about 
5 cc. of a strong solution of ferric ammonium sulphate, acidified with 
nitric acid to decolorize) and titrate with standardized, approximately 
1/10 normal, thiocyanate solution to the usual faint brownish tint. 
One cc. 1/10 normal thiocyanate =0.01003 gram Hg. 

Standardize the thiocyanate as described in CHLORINE, 3, or 
ARSENIC, 7. 

If the stain on the filter paper is worth eineaiig: spread the wet 
paper on a watch-glass, sprinkle on a little powdered permanganate, 
add a little 1 : 1 sulphuric acid and warm a moment. Now adda very 
little dry oxalic acid, warm again to dissolve any MnOz and then rinse 
the solution into the flask containing the balance of the sulphide, con- 
tinuing as above in 2. 

4. Eschka’s Method.*— Particularly ie nisi to low-grade ores.— 
Mix o.2 to 2 grams of the ore with 1-4 grams of iron filings in a por- 
celain crucible of suitable size. Prepare a dish-shaped cover of thin 
sheet gold for the crucible. This cover should be of such a form that 
it can be kept cool by being filled with water; it should be large enough 
to project somewhat over the edge of the crucible, to prevent any 
mercury from escaping. Place the crucible in a ringstand, put on the 
weighed cover and nearly fill it with water. Carefully heat the lower 
part of the crucible with a Bunsen burner, but keep the upper part cool. 
A ring of thin asbestos board fitted around the crucible at the proper 
height will assist materially in preventing the top from getting over- 
heated. Add cold water to the cover from time to time. It will . 
require from ten to thirty minutes to distill off the mercury. When 
the operation is considered ended, remove the gold cover, dip in alco- 
hol, dry carefully without heating and weigh. ‘The increase over the 
original weight represents the mercury. A silver cover appears to 
answer practically as well as one of gold. 

Notes.—Instead of filling the cover with water, a small metal dish 
containing water may be placed upon it. The dish should have a 
curved bottom, over which the silver or gold cover has been shaped. 
It is a good plan also to give the edge of the cover a reverse curve, to 
make it fit snugly over the top edge of the crucible. 

It is best to have a thin layer of iron filings over the charge. 

* Zeit. f. Anal. Chem., Vol. 11, p. 344. 
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Sulphide ores containing arsenic are best mixed with double their 
weight of a mixture of 4 parts zinc oxide and 1 part sodium carbonate, 
together with iron filings 5 times the weight of the ore. 

5. Wet Method.—Applicable to cinnabar ores not containing 
appreciable amounts of other reducible metallic compounds. 

Treat 1-5 grams of the ore, according to its supposed richness, in a 
covered porcelain dish with sufficient aqua regia to decompose it. 
Heat gently until decomposition is complete, and then remove and 
wash the cover and evaporate the solution to dryness on a water-bath. 
Take up the residue in strong hydrochloric acid and again evaporate 
to dryness to expel all of the nitric acid. Again dissolve in hydro- 
chloric acid, dilute sufficiently and filter. To the filtrate add an excess 
of a clear stannous chloride solution containing an excess of acid 
(which may be made by dissolving tin in an excess of hydrochloric 
acid), and boil the mixture for a short time. The mercuric chloride is 
reduced to finely divided metallic mercury. Allow the precipitate 
to settle completely and then decant the clear liquid carefully. Unite 
the precipitate into one globule by heating it with a little moderately 
dilute hydrochloric acid mixed with a few drops of stannous chloride. 
Wash the mercury by decantation, first with water slightly acidified 
with hydrochloric acid, and then with pure water and then transfer 
it to a weighed porcelain crucible. Absorb as much of the adhering 
water as possible with the filter-paper and then place the crucible in a 
desiccator over sulphuric acid. When perfectly dry, weigh as metallic 
mercury. : 

The results obtained by this method are certain to be somewhat 
low, owing to the impossibility of evaporating the hydrochloric acid 
solutions to dryness, in driving off the nitric acid, without volatiliza- 
tion of some mercuric chloride with the escaping steam. As a tech- 
nical method, however, for low-grade cinnabar ores it answers very well. 

6. Dry Method.—A pplicable to all ores—Prepare a combustion- 
tube about 18 or 20 in. long and sealed at one end. Place in the closed 
end a column of crushed magnesite about 4 in. long, then add a section 
of about 2 in. of freshly ignited caustic lime, then about 4 in. of an 
intimate mixture of a weighed portion of the ore with an excess of 
caustic lime, rinsing out the mortar with a little lime and adding this 
also, and then about 2 in. of caustic lime. Finally, insert against the 
whole a loose plug of asbestos about 2 in. long. Now draw out the 
end of the tube to a narrow opening and bend.it at right angles. Tap 
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the tube horizontally on the table, gently, so as to leave a free passage 
for gases throughout its length. Place the tube in a combustion fur- 
nace and arrange a small flask partly filled with water so that the point 
of the tube just touches the water, which thus closes it. Now proceed 
to heat the tube, beginning at the end containing the asbestos and 
gradually approaching the other end, until the tube is red-hot through- 
out the entire portion in the furnace. The carbon dioxide evolved 
from the magnesite serves to sweep out the last traces of mercury 
vapor into the water. While the tube is still hot, cut off the point 
above the flask and rinse any condensed mercury into the water. 
Agitate the flask so as to collect the mercury into one globule, and, 
after allowing to stand and settle some time, decant off the perfectly 
clear water and transfer the mercury to a weighed porcelain crucible. 
Remove as much of the adhering water as possible with filter-paper 
and then dry the mercury to constant weight over sulphuric acid in a 
desiccator. It must not be heated. 

7. Krieckhaus’ Volumetric Method.*—Weigh 2 grams of the ore 
into a 150-cc. beaker. Add 2 cc. of strong nitric acid and 1o cc. of 
strong hydrochloric acid. Measure the nitric acid first and then 
measure the hydrochloric without washing the glass. This ensures 
getting all of the nitric acid, which is essential, although an excess 
must be avoided. | 

Allow to stand cold for an hour or more, when all the mercury will 
be in solution; or, to save time, heat slightly but not to boiling. 
Now dilute with 10-15 cc. of water, heat nearly to boiling and filter 
into a 300-cc. Erlenmeyer flask, washing with hot water. To the 
filtrate, which contains the mercury (and need not be much over too cc. 
in volume), add 60 cc. of stannous chloride solution (prepared as 
described below), cork the flask and allow to stand, tilted at an angle 
of about 45°, until all the mercury has settled and the liquid is clear. 
The settling takes about two hours. 

Decant the liquid and then fill the flask about two-thirds full with 
cold water, slightly acidulated with sulphuric acid to prevent the sepa- 
ration of basic tin salts. Again allow to settle with the flask tilted 
as before. If any mercury floats, a jet of water will cause it to settle. 
In about ten minutes, decant the clear liquid as completely as possible. 
Dissolve the precipitated mercury in 2 or 3 cc. of strong nitric acid, 


* Kindly furnished by Mr. Leon L. Krieckhaus. The results sent by Mr, Krieckhaus 
agree closely with those he obtained by Eschka’s method, 
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warming gently to ensure complete solution and oxidation to mercuric 
nitrate. 

Add about 75 cc. of cold water and a few cubic centimeters of a 
solution of ferric nitrate, as indicator (or ferric ammonium alum 
slightly acidulated with nitric acid), and titrate cold with standard 
potassium thiocyanate solution to the usual red tinge. 

8. If the potassium thiocyanate solution contains 9.69 grams of the 
salt per liter, 1 cc. will equal o.or gram of mercury, or 0.5 per cent on 
the basis of 2 grams of ore taken for assay. It is best to standardize © 
it with pure silver or silver nitrate, as described in ARSENIC, 7. The 
silver value of 1 cc. multiplied by 0.9298 will give the mercury value. 

Prepare the stannous chloride solution by mixing 50 grams of the 
salt, 50 cc. of strong hydrochloric acid and 150 cc. of water, and boiling 
with a stick of metallic tin until clear. Keep a stick of tin in the bottle. 

9. Notes by Mr. Krieckhaus.—If lead is present in an ore, it can 
probably be largely removed by adding a little sulphuric acid before 
filtering off the gangue. If any remains in solution and comes down 
_as chloride with the mercury, the chlorine it carries will interfere, but 
the lead chloride could probably be washed out of the mercury with 
hot water. Stannous chloride precipitates copper as cuprous chloride, 
but this may be easily removed with dilute ammonia. 

In order that the mercury shall settle well, it is best to have the 
solution cold and the tin solution quite strongly acid, but not saturated 
with stannous chloride. Add only 1 or 2 cc. of the tin solution at 
first and agitate the flask. This will cause a precipitation of mercurous 
chloride. Then add the remainder of the tin solution and allow to 
stand as above described. Under these conditions the mercury will 
settle clear in an hour or two. If the liquid is hot or the tin solution 
too strong, the mercury is so finely divided that it is slow to settle 
and difficult to wash without loss. 

10. Seamon’s Volumetric Method.*—Weigh o.5 gram of the finely 
ground ore into an Erlenmeyer flask of ‘125 ‘cc. capacity. Add 5 cc. 
of strong hydrochloric acid and allow it to act for about ten minutes 
at a temperature of about 40° C., then add 3 cc. of strong nitric acid 
and allow the action to continue for about ten minutes longer. All the 
mercury should now be in solution. Now if lead be present, add 5 cc. 
of strong sulphuric acid; it may be omitted otherwise. Dilute with 
15 cc. of water and then add ammonia cautiously until the liquid is 

* Manual for Assayers and Chemists, p. 112, 
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slightly alkaline. Bismuth, if present, will precipitate. Acidify 
faintly with nitric acid, filter, receiving the filtrate in a beaker, and 
wash thoroughly. 

Add to the filtrate 1 cc. of strong nitric acid that has been made 
brownish in color by exposure to the light, and titrate with a standard 
solution of potassium iodide until a drop of the liquid brought into 
contact with a drop of starch liquor, on a spot-plate, shows a faint 
bluish tinge. It is a good plan to set aside about one-third of the mer- 
cury solution and add it in portions as the end-point is successively 
passed, finally rinsing in the last portion and titrating to the end-point 
very carefully. : 

Deduct 0.5 cc. from the burette reading and multiply the remaining 
cubic centimeters used by the percentage value of 1 cc. in mercury 
to obtain the percentage in the ore. | 

The standard potassium iodide solution should contain 8.3 grams 
of the salt per liter. Standardize against pure mercuric chloride. 
Dissolve a weighed amount of the salt in water, add 2 cc. of the dis- 
colored nitric acid and titrate as above. One cc. of the standard solu- 
tion will be found equivalent to about 0.005 gram of mercury, or about 
I per cent on the basis of 0.5 gram of ore taken for assay. 

The precipitate of red mercuric iodide which forms during the 
titration may not appear if the amount of mercury present is very 
small, but this failure to precipitate.does not appear to affect the 
result. 

Iron, copper, bismuth, antimony and arsenic, when added sep- 
_ arately to the ore, did not influence the results in Seamon’s tests. 
Silver interferes. Duplicate results should check within 0.1-0.2 of © 
I per cent. | 


CHAPTER XX 
MOLYBDENUM 


1. High-grade Ores and Concentrates.—Weigh 0.5 gram of the 
finely ground material. Place in a thin spun-iron crucible of about 
25-30 cc. capacity and mix with 1 gram of sodium carbonate. Add 
about 6 grams of sodium peroxide and again mix well. 

Holding the crucible with tongs, fuse over a Bunsen burner, heating 
slowly at first and gradually bringing to dull redness. Rotate the 
crucible as the mixture melts, so as to obtain a perfect fusion without 
overheating and destroying the crucible. A low red heat is all that is 
necessary. With a bright red the iron is liable to be strongly attacked 
and the crucible perforated. The initial melting of the mass is slow, 
but a low red heat, persisted in, will eventually bring it to perfect 
fluidity. ) 

The same crucible should serve for many fusions (cf. CHROMIUM, 2). 
The sodium carbonate is used solely to moderate the action of the 
peroxide. With oxidized material it is unnecessary, but without it 
sulphides may scintillate and spatter, or even deflagrate. Add more or. 
less than 1 gram, according to judgment or trial. 

2. After the fusion, allow to cool to a crust on top and then set 
the.crucible in a 4oo-cc. beaker containing about # in. of cold water. 
Cover the beaker and then upset the crucible with a glass rod. Dis- 
integration usually occurs quickly without further heating. Remove 
and rinse the cover and then lift out the crucible with the glass rod and 
wash it. wae Shas 

Add to grams of ammonium carbonate, which should be sufficient 
to neutralize all the fixed alkali and leave an excess.1 Warm until the 
ammonium carbonate is all dissolved: and then filter (best with a 
Witt’s plate and suction) and wash at least ten times with hot water. 

Add about 2 grams of tartaric acid or a tartrate (Rochelle salts) 
to the filtrate, which should still remain strongly alkaline. This is to 
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prevent precipitation of tungsten or vanadium when the solnnions 1S 
subsequently acidified. 

3. Saturate the alkaline liquid with hydrogen sulphide, and then 
make slightly acid with dilute (1 : 1) sulphuric acid. Filter off the 
molybdenum sulphide and wash five or six times with hot water. The 
filtrate may still contain a little molybdenum.* Make it strongly 
alkaline with ammonia and again saturate with hydrogen sulphide, 
then acidify and filter as before, using a second filter. 

Place both filters and their contents in a large beaker and add 20 cc. 
of water, ro cc. of strong nitric acid and about 2 grams of potassium 
chlorate. Cover the beaker and warm until solution of the molyb- 
denum is complete. Rotate the liquid occasionally, to facilitate 
complete solution, but avoid vigorous stirring or such prolonged 
heating or concentration as would reduce the filters to a fine pulp, 
which might be very difficult to filter. Dilute somewhat and then filter 
into an 8-oz. flask, washing the residue ten times with hot water. 

4. Add 5 cc. of strong sulphuric acid to the filtrate and boil down 
to strong fumes. This should oxidize all organic matter dissolved 
from the filters and expel the nitric acid. 

After cooling, take up the residue in about 150 cc. of warm water, 
and add 3 cc. of a 4 per cent solution of copper sulphate. Now cau- 
tiously add, a little at a time at first, 5 grams of 30-mesh zinc and 
cover the flask with a watch-glass. If the action is too violent, cool 
the flask to prevent foaming over. Later, the flask may be warmed if 
necessary. Allow the action to proceed, warm, for about fifteen 
minutes. This should precipitate all the copper, and, incidentally, 
any arsenic present. Zinc alone, without added copper, will not 
remove all the arsenic. Now add a little sulphuric acid, to make cer- 
tain that the liquid is still acid, and filter. Wash the residue with cold 
water. 

5. To the filtrate add 20 cc. of 1 : 1 sulphuric acid. Pour the hot 
solution through the reductor in accordance with the directions given 
in 8, which are to be further followed to the end. 

The Fe factor of the permanganate multiplied by 0.5732 gives “he 
Mo factor? Mo multiplied by 1.667 =MoS2 (10/6, approximately). 

6. In the absence of tungsten and vanadium, the process may be 

*T have been informed that if the passage of the hydrogen sulphide is continued for 


about fifteen minutes after the acidification, all the molybdenum will come down with one 
precipitation, 
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shortened as follows: Boil the filtrate from the fusion down to about 
150 cc. and filter off the (usually slight) precipitate that forms. 
Receive the filtrate in an 8-oz. flask, make slightly acid with sulphuric 
acid and then add 5 cc. of the strong acid in excess. Again boil down 
to about 150 cc., add 3 cc. of the copper sulphate solution and finish as 

above. } 

7. Low-grade Ores.—The fusion method of decomposition, 
described above, is the best for concentrates, which contain little silica. 
With ores, especially low grade, and tailings, where a large amount 
may have to be taken to insure accuracy, the dissolved silica may be 
very troublesome. It is best, in such cases, to decompose with acids in 
a flask, taking from 1 to 5 grams of substance, as may be deemed 
advisable, and acids in proportion. Nitric acid may be used first; 
then add hydrochloric acid, and perhaps more nitric, and boil until all 
dark particles have disappeared. Molybdenum concentrates might 
resist the acid treatment for a long while, but with finely ground ores _ 
it usually works well. Finally, boil to very small bulk, dilute with hot 
water, add an excess of ammonia, boil, filter and continue as above. 

8. Reduction of the Molybdenum Solution.*—The reductor tube 
should have at least an 8-in. zinc column, 3-in. in diameter, using 20-30 
mesh amalgamated granulated zinc. The end of the reductor tube 
should be prolonged to reach nearly to the bottom of the receiving 
flask. The flask (32-0z.) should contain 30-35 cc. of ferric phosphate 
solution? and the end of the reductor tube should dip below this, 
so that the reduced molybdenum solution is‘ not exposed to the 
air, but is oxidized at the expense of the ferric phosphate. The 
molybdenum solution should contain about 5 cc. of free sulphuric 
acid per too cc. and should be passed rather slowly (about five min- 
utes) through the reductor, at a temperature of 50°-75° C. After 
passing the molybdenum solution, the reductor should be washed by 
passing 100 cc. of hot water containing 5 cc. of strong sulphuric acid, 
followed by hot water alone. The titration With the permanganate 
(of the strength generally used for iron) should be made in the warm 
solution immediately after reduction. With sufficient molybdenum 
present, the liquid in the receiving flask is red. As permanganate is 
added, the red slowly fades and the solution becomes colorless; then 
the final pink tint which follows is easily recognized. A blank should 


* Reduction in the Permanganate Method for Molybdenum. Gooch, Methods in 
Chemical Analysis. Wiley & Sons, 1912. Pp. 424-429. 
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be made, beginning with 150 cc. of water and 5 cc. of sulphuric acid 
in an 8-oz. flask, adding the copper sulphate and zinc as in 1 and con- 
tinuing as there described. The usual correction obtained in this way 
is about 0.20 cc. of permanganate solution. 

Under the above conditions the reduction is from MoO3 to Mo20s, 
and is exact. The permanganate is standardized against sodium oxa- 
late (Bureau of Standards), or oxalic acid (see Chapter on Iron), 
and is made the same strength as for iron determinations. 

Ferric Phosphate Solution.—Dissolve 100 grams of Ferric Ammo- 
nium Sulphate in 500 cc. of water, adding 25 cc. of strong sulphuric 
acid, followed by 150 cc. of syrupy (85 per cent) phosphoric acid, and 
diluting to 1000 cc. 


1 (NH,)2.CO3;+2NaHO 7 2NH.HO +Na.COs. 

2 The change by oxidation of ferrous iron to ferric iron may be represented 
by Fe.0,.+0=Fe.0;. This makes Fe2=O. 

The oxidation, in the case of molybdenum, is represented by Mo.03;+0;= 
Mo.0.¢, or, 2MoO;. This makes Mo, =Q3. 

If Fe,=O, then Fes=O;=Mo., or, Fes=Mo. This gives the ratio 167.52 
Fe =096 Mo, or, 1 Fe=0.5732 Mo. 

3 When ferric phosphate is used, it is actually iron and not molybdenum that is 
titrated. The ferric salt does the oxidizing previous to the titration, and a cor- 
responding amount of ferrous salt is formed; this is then titrated with perman- 
ganate. 


9g. Gravimetric Determination as Lead Molybdate.—Proceed 
according to Method 1, up to the point where the molybdenum sul- 
phide has been dissolved and filtered (4). The filtrate should, in this 
case, be received in a 4oo-cc. beaker instead of an 8-oz. flask. Make > 
the liquid in the beaker alkaline with strong ammonia, adding about 
10 cc. in excess, then reacidify with acetic acid in a few cubic centi- 
meters excess. (Filter again if necessary, washing with hot water.) 

Have ready a 4 per cent solution of lead acetate, made by dis- 
solving 20 grams of the salt in 500 cc. of water and adding a few cubic 
centimeters of acetic acid to clear the liquid. One cubic centimeter 
of this solution will precipitate about 0.01 gram of molybdenum, or 2 
per cent on the basis of 0.5 gram of ore taken. 

Add an excess of this lead acetate to the molybdenum solution, 
heat to boiling and then allow the crystalline precipitate to settle, 
hot, for a short time. Filter while hot, through an ashless filter, and 
wash thoroughly (till free from chlorides) with hot water. Transfer 
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the moist filter and precipitate to a weighed porcelain crucible, heat 
gently until dry, then maintain at a dull-red heat for about twenty 
minutes. The paper will burn off without danger of reducing the lead. 
Cool and weigh as PhMoO,. The weight of the latter, multiplied by 
0.2615, will give the weight of the Mo. * 

None of the ordinary elements interfere. | 

10. Gravimetric Lead Molybdate Method. Bonardi’s Modifica- 
tion.*—Bonardi states that this is undeniably one of the best methods 
for determining molybdenum. 

Weigh 0.25 to 5.0 grams of the finely pulverized material (depend- 
ing upon the grade of sample, not to contain over 0.15 gram of Mo, 
equivalent to 0.25 gram MoS) into a 250-cc. Erlenmeyer flask. Add 
15 cc. of nitric acid and heat until the brown fumes are gone; then 
add 5 to 1o cc. of hydrochloric acid and heat about twenty minutes, 
or nearly to dryness. Allow to cool, wash down the sides of the flask 
with water, and heat about ten minutes longer to dissolve as much of 
the base metal salts as possible. For wulfenite ores, steels and alloy 
products it is best to add about 6 cc. of sulphuric acid just previous 
to this last heating and run down to fumes, again allowing to cool, 
washing down with water and then heating for about ten minutes. 

Now make the mixture strongly ammoniacal, heat for a few min- 
utes and filter hot, washing with hot water at least five times. Punc- 
ture the filter and wash the residue of insoluble material, iron and 
aluminum hydroxides into the original flask. Add sufficient hydro- 
chloric acid to dissolve the precipitated hydroxides, then make the 
solution strongly ammoniacal, heat, filter and wash as before, receiv- 
ing the filtrate in the beaker containing the first portion. This second 
precipitation is to recover any molybdenum occluded by the sep- 
arated hydroxides. The molybdenum is now in the form of ammo- 
nium molybdate in a solution free from silica, iron and alumina, also 
lead if the sample was taken to fumes with sulphuric acid. 

The volume of the solution should now be‘approximately 350 cc. 
Add a little methyl orange as indicator, make just acid with hydro- 
chloric acid and then add about 5 cc. in excess. Add 5-10 grams 
of ammonium acetate and 2-5 cc. of acetic acid. Heat to boiling. 

Have ready a lead acetate solution containing about 18 grams of 
the crystallized salt per liter. Run this slowly into the boiling-hot 
molybdenum solution from a burette, until a test drop taken from 

* J. P. Bonardi, formerly of U, S, Bureau of Mines. Private communication, 


GRAVIMETRIC LEAD MOLYBDATE METHOD 167 


the solution gives no color change on a spot plate with a drop of freshly 
made tannic acid solution (about 0.10 gram dissolved in 20 cc. of 
water). Now add 2-5 cc. excess of the lead acetate solution and 10 cc. 
of acetic acid. Heat to boiling and keep at the boiling-point from 
fifteen to thirty minutes, or until the precipitated PbMoO, has crys- 
tallized and settled. 

When settled, filter while hot, and wash well with a hot 2 or 3 
per cent solution of ammonium acetate. The initial washing may be 
with hot water, but water alone will eventually cause the precipitate 
to run through, by becoming colloidal. A bulky precipitate is best 
washed two or three times by decantation, with a dilute solution of 
ammonium nitrate, before it is transferred to the filter. 

Place the washed filter and precipitate in a fire-clay annealing cup, 
and ignite at a dull-red heat, in a muffle or otherwise. Prolonged 
ignition at a much higher temperature than necessary to destroy the 
paper does no harm. After cooling the ignited precipitate, brush it 
out of the annealing cup into the balance pan, and weigh it. If it has 
been properly washed it will not adhere to the cup. It should be of a 
yellowish-white color. 

The weight of the PbMoOu, multiplied by 0.2615, will give the 
corresponding weight of molybdenum. 

Note.—Phosphorus, arsenic and antimony might interfere with 
the above method by forming insoluble compounds with the various 
base metals in the acetic acid solution. With most ores there is 
usually sufficient iron present to combine with and remove these inter- 
fering elements in the ammonia precipitation. In unusual cases, or 
if in doubt, the addition of 2 grams of ferric chloride or sulphate, before 
the precipitation with ammonia, will ordinarily be sufficient to take 
care of all the arsenic, antimony and phosphorus. As a general rule, 
the iron required is at least ten times the weight of the arsenic and 
antimony assumed to be present. Soluble salts of mercury, copper, 
cadmium, zinc, nickel, cobalt and manganese do not interfere with 
the method. Vanadium and tungsten must be removed. 


CHAPTER XXI 
NICKEL AND COBALT 


1. Nickel Alone. Method for Ores, etc.—Weigh 0.5 gram of the 
ore, and make the sulphate fusion, or melt, in an 8-oz. flask, as de- 
scribed in ANTIMONY, 2. ‘To the cool residue add 100 cc. of water and 
5 cc. of hydrochloric acid. Heat, or boil gently, to dissolve or disin- 
tegrate the cake. See that all anhydrous ferric sulphate goes into 
solution. It usually appears in the agitated liquid as pearly scales 
which gradually disappear. Without cooling, pass in hydrogen sul- 
phide for about ten minutes. Filter through a g-cm. filter from the 
sulphides of arsenic, antimony, copper, etc., washing with hydrogen 
sulphide water. Receive the filtrate in a beaker. 

2. Boil the filtrate until the hydrogen sulphide is expelled, then — 
add a little bromine water to oxidize the iron and boil off the excess. 
Now add 2 grams of tartaric acid (to keep iron in solution) and 2 grams 
of ammonium chloride (to keep manganese and zinc in solution). 
Make slightly alkaline with ammonia. If a cloud forms, add more 
ammonium chloride until clear. See that the liquid remains slightly 
alkaline. — | 

3. Heat nearly to boiling. Add dimethyl glyoxime in 1 per cent 
alcoholic solution, until the weight of the reagent added is about seven 
times the assumed weight of the nickel present. Add ammonia, if 
necessary, until a faint but distinct odor is apparent. Stir well, and 
then set the beaker in a hot place for about fifteen minutes. Filter 
the hot mixture through a weighed Gooch crucible, and wash well with 
hot water. 

4. Dry in an oven at 110-120° C. to constant weight. The scarlet- 
red nickel compound is nickel-dimethyl glyoxime. It has the formula 
(C4H7N202)2Ni and contains 20.32 per cent of nickel.! 

5. Cobalt does not interfere unless it is present in considerable 
amount. If more than o.1 gram is present, a large excess of ammonia 
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and dimethyl glyoxime is necessary to keep it in solution; hence it is 
better in such a case to start with less than 0.5 gram of material. 

Theoretically, about 4 parts of dimethyl glyoxime are required for 
I part of nickel? but an excess is always advisable. An excess does 
no harm unless the alcohol of the reagent solution exceeds more than 
one-half the volume of the aqueous nickel solution, in which case the 
alcohol has a slight solvent action on the precipitate. 

6. On the basis of 0.5 gram of ore taken for analysis, and using 7 
parts of the reagent in 1 per cent alcoholic solution to 1 part of nickel, 
for every per cent of nickel assumed to be present, add 3.5 cc. of the 
dimethyl glyoxime solution. 


1 The formula of nickel-dimethyl glyoxime being (C1H;N.0;)2Ni, the molecular 
weight is 288.864. The atomic weight of nickel is 58.68, therefore the percentage 
of nickel in the compound is 58.68/288.864 X 100 = 20.32. 

2’'The reaction between nickel and dimethyl glyoxime may be represented as 
follows: 


H;C CH; 
2 yemeg. +NiCl, 
HON NOH 
H;C CH; Be CH; 
os C—C C—C +2HCl 
HON onion” NOH 


or, more briefly, 
(C4N.O2Hs)2+NiCle — (C4N2:0.H7)2Ni+2HCl. 


The molecular weight of dimethyl glyoxime is 116.1. This doubled, or 232.2, 
= 58.68 Ni. Thus 1 part by weight of nickel requires theoretically 3.958 parts of 
dimethyl glyoxime, or, roughly, 4 parts. 


7. Cobalt. Method for Ores, etc.*—Treat 0.5 gram of the ore 
precisely as described in 1. Having the filtrate from the hydrogen 
sulphide precipitation in a sufficiently large beaker, boil off the excess 
of hydrogen sulphide. Remove from the heat, and with the beaker 
covered to avoid loss by effervescence, add sodium carbonate until the 
solution is plainly alkaline, then reacidify slightly with hydrochloric 
acid. Heat to boiling and boil a short time, to expel carbon dioxide 
and thus avoid subsequent spattering. Remove the beaker cover and 


* Modified from Giles’ description. W. W, Scott’s Standard Methods of Chemical 
Analysis, 
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add an emulsion of zinc oxide to the hot solution in evident excess, as 
shown by the presence of undissolved zinc oxide after boiling. — Filter, 
while hot, through an 11-cm. filter and wash ten times with hot water. 
Receive the filtrate in a large beaker. 4 

8. Dilute to about 300 cc. with hot water. Add 6 cc. of strong 
hydrochloric acid and heat to boiling. Now, for every per cent of 
cobalt presumed to be present, add 1 cc. of a freshly prepared solution 
of nitroso-beta-naphthol. This solution is made by dissolving 1 
gram of the salt in 1o cc. of glacial acetic acid. After adding the 
reagent, boil for about two minutes, then remove from the heat, stir 
well and set aside for a short time until the bright red precipitate 
settles. 

9. Filter the hot solution through a filter of convenient size. 
Rinse out the beaker with hot 1 : 1 hydrochloric acid, then wash the 
filter and precipitate five times with this acid, alternating with five 
washes with hot water. Finally wash ten times with hot water. 

10. Transfer filter and precipitate to a weighed quartz or porce- 
lain crucible, ignite gently until the carbonaceous matter is burned 
off, and then at as high a temperature as possible to constant weight. 
Weigh the residue as Co304. This weight, multiplied by 0.7343, will 
give the weight of the cobalt.! | 

If desired, the Co3O4 may be reduced in hydrogen and weighed as 
metal. 

11. The nitroso-beta-naphthol precipitate is voluminous, and 
therefore the quantity of sample taken for analysis should not contain 
over o.1 gram of cobalt, or 20 per cent on the basis of 0.5 gram taken. 
None of the ordinary elements interfere with the method as described. 
The method is especially suitable for the determination of cobalt in 
the presence of comparatively large amounts of nickel. Nitroso-beta- 
naphthol, CioHeO(NOH), forms with cobalt the compound 
Co(CioHe6O(NO))s3,. cobalti-nitroso-beta-naphthol, which is insoluble 
in hydrochloric acid, while the corresponding nickel compound is sol- 
uble. 


1 The molecular weight of Co;0, is 240.91. , This corresponds to three times the 
atomic weight of cobalt, or, three times 58.97 =176.91. Then, 176.91/240.91 = 
0.7343, the factor required. 


12. Electrolytic Method, Giving Combined Nickel and Cobalt.— 
Decompose o.5 gram of the ore, as completely as possible, in a covered 
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evaporating dish, by heating with 1o cc. of hydrochloric acid and 5 cc. 
of nitric acid. Boil to small bulk, then add ro cc. of hydrochloric acid 
and 5 grams of pure, finely crystallized ammonium chloride. Remove 
the cover and evaporate on a water-bath, to complete dryness. Allow 
to cool, add 25 cc. of strong ammonia, and warm on the water-bath, 
with frequent stirring, using a rubber-tipped glass rod, until the disin- 
tegration of the residue is complete. Filter into a beaker, through a 
g-cm. filter, and wash ten times with warm dilute ammonia. The 
residue on the filter will be free from all but negligible traces of 
nickel or cobalt. | 

13. Again evaporate on the water-bath to small bulk, and then 
transfer the solution to a 23-in. evaporating dish, removing any residue 
adhering to the large dish with a few drops of hydrochloric acid, and 
adding to the rest. Continue the evaporation on the water-bath to 
complete dryness, then heat carefully over a small free flame until all 
the ammonium chloride present is expelled. Any zinc present will be 
driven off at the same time. 

14. When cool, dissolve the residue in nitrohydrochloric acid and 
expel the excess of acid by evaporating nearly to dryness. Take up 
in 5 cc. of hydrochloric acid, transfer to a beaker, dilute to about 
250 cc. with hot water, and pass in hydrogen sulphide until cold. 
Filter off any precipitated sulphides, washing with dilute hydrogen 
sulphide water. Receive the filtrate in a large beaker. 

Boil the solution to sufficiently small bulk and then transfer to an 
evaporating dish and evaporate on a water-bath to complete dryness. 
Dissolve the residue in a little dilute sulphuric acid. Transfer to the. 
beaker in which the electrolysis is to be made, add about 5 grams of 
ammonium sulphate and 40-60 cc. of strong ammonia, and dilute 
to about 125 cc. with distilled water. The solution is now ready for 
electrolysis. 

The electrolytic apparatus may be the same as described for copper 
(see COPPER, 18). The beaker used is about 5 cm. in diameter and 
8-9 cm. high. See article, ELEcrrotysis, for details as to arrange- 
ment of apparatus, ete. 

15. Insert the electrodes and electrolyze at room temperature with 
a current density of ND100 =0.5 —o.7 amp. and an electrode tension 
of 2.8-3.3 volts.. The electrolysis is usually finished in three to four 
hours. To test for its completion, a little of the solution may be 
removed with a capillary tube and tested with ammonium sulphide. 
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If no black precipitate is obtained, the operation may be considered 
ended. ‘The solution should still be strongly ammoniacal. Having 
broken the circuit, remove the cathode, wash it first with water and 
then with alcohol (preferably absolute), dry at about-1oo° C., and 
weigh, The excess over the original weight represents the combined 
nickel and cobalt. | 

16. Separation of Nickel and Cobalt.——Perhaps the best method 
of accomplishing this is to determine the two metals together elec- 
trolytically, as just described, and then determine one of them sep- 
arately, thus arriving at the other by difference. 

Dissolve the metals from the electrode by boiling for about twenty 
minutes with strong nitric acid in a covered beaker. Remove and 
wash the electrode, and evaporate the solution to small bulk, to remove 
most of the acid. Ordinarily, this is best done in an evaporating dish 
on a water-bath. Transfer the concentrated solution to a beaker, 
add about 2 grams of ammonium chloride and then make very slightly 
alkaline with ammonia. Dilute to about 150 cc. and determine the 
nickel according to 3-4. | 

If preferred for any reason, the cobalt may be determined instead 
of the nickel. In this case the concentrated solution in the evaporat- 
ing dish should have an excess of hydrochloric acid added to it and be 
evaporated to complete dryness, to expel nitric acid. Take up the 
residue in 6 cc. of hydrochloric acid and a little water, dilute to about 
300 cc. with hot water and continue according. to 8, et seq. 

Of course, either the nickel or the cobalt may be determined in the 
original ore, according to the previous methods, before the electrolysis 
is finished. acd 

17. Separation of Nickel and Cobalt by Liebig’s Potassium 
Cyanide Method.—Proceed as described in 12, 13 and 14 until zinc, 
if present, has been expelled and the nitrohydrochloric acid solution of 
the residue has been evaporated nearly to dryness to expel the excess 
of acid. Now dilute sufficiently and neutralize with pure potassium 
hydroxide, finally adding 5 grams in excess; then add pure potassium 
cyanide until the precipitate redissolves and the potassium cyanide is’ 
in slight excess. To the warm solution add saturated bromine water 
with constant stirring, until the precipitation of the nickel as black 
nickelic hydroxide is complete. The solution must be kept strongly 
alkaline throughout the process. Finally, dilute the mixture with 
cold water and filter, washing the precipitate with hot water. 
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Dissolve the precipitate in dilute sulphuric acid and determine the 
nickel electrolytically, as described in 14, at same point. 

The filtrate contains the cobalt as potassium cobalticyanide. 
Acidify with dilute sulphuric acid and evaporate as far as possible 
on the water-bath, then add a little concentrated sulphuric acid and 
heat the mixture over a free flame until dense white fumes are evolved 
and effervescence has ceased. ‘The cobalt in the colorless potassium 
cobalticyanide is thus changed into the rose-red sulphate. Cool, 
dilute, filter from any silica, and determine the cobalt in the filtrate 
electrolytically, precisely as described for nickel (14, at same point). 
Or, the filtrate may be treated as follows: Heat to boiling in a porcelain 
casserole and precipitate the cobalt as black cobaltic hydroxide by 
the addition of potassium hydroxide and bromine water. Filter 
through a close filter (such as Schleicher and Schull’s No. 589, blue 
band), dry and ignite. After cooling, extract with water to remove 
the small amount of alkali always present, then dry the residue and 
ignite in a current of hydrogen in a Rose crucible, finally weighing the 
cobalt as metal. 

After weighing, dissolve the metal in hydrochloric acid, evaporate 
to dryness, moisten the residue with hydrochloric acid, dilute and filter 
off the small residue of silica. Ignite, weigh and deduct this weight 
from the previous one to obtain the true weight of the cobalt. 

18. Sensitive Test for Nickel.*—a-dimethyl glyoxime is a very 
sensitive reagent for nickel in solution, and gives a scarlet precipitate, 
or, with traces of nickel, a yellowish solution from which the red pre- 
cipitate separates on cooling. The best method of applying this 
reagent is to remove the excess of acid from the solution to be tested, 
by adding excess of ammonia or sodium acetate, and then to add the 
powdered dimethyl glyoxime, and to boil for a short time. Distinct 
indications are obtained with solutions containing only 1 part of nickel 
per 400,000 of water. The reaction is not disturbed by the presence of 
ten times as much cobalt as nickel, but when the proportion of cobalt 
is much greater than that of nickel, it is best to add a very large excess 
of ammonia to the liquid and to shake repeatedly, excess of the 
dimethyl glyoxime being then added and the solution boiled for a short 
time. In testing by this method for nickel, in such products as com- 
mercial cobalt salts, the reaction is manifested by the appearance of a 
scarlet scum rising up the walls of the test-tube, but it is generally 

*L. Tschugaeff. Ber., 1905, 38, 2520-2522. Jour. Soc. Chem. Ind., XXIV, 941. 
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necessary to filter or siphon off the cooling liquid and wash the residue 
with water; in the presence of nickel this residue is red, but if nickel 
is absent, it is quite colorless. In this way 1 part of nickel can be 
detected when admixed with 5000 parts of cobalt. 

Ig. Sensitive Test for Cobalt.*—lIf a concentrated solution of 
ammonium thiocyanate is added to a cobaltous solution, the latter 
becomes a beautiful blue, owing to the formation of ammonium cobalt- 
ous thiocyanate. On the addition of water the blue color disap- 
pears and the pink color of the cobaltous salt takes its place. If, 
now, amyl alcohol is added (ora mixture of equal parts of amyl alcohol 
and ether), and the solution is shaken, the upper alcoholic layer is 
colored blue. This reaction is so sensitive that the blue color is rec- 
ognizable when the solution contains only 0.02 mg. of cobalt. Nickel 
salts produce no coloration of the amyl alcohol. If, however, iron is 
present, the red Fe(CNS)3 is formed, which likewise colors the amyl 
alcohol, making the blue color (due to cobalt) very indistinct, so that 
under some conditions, it can no longer be detected. However, if 
some sodium carbonate solution is added, the iron will be precipitated 
as ferric hydroxide, while the blue color produced by the cobalt is 
unaffected. 

20. Determination of Nickel in Steel. Fee Tyiacolve about 0.5 gram 
of the steel in ro-cc. of strong hydrochloric acid, add sufficient nitric 
acid to completely oxidize the iron, and, if silica separates, add also a 
little hydrofluoric acid. Finally, add 2 or 3 grams of tartaric acid and 
dilute the solution to about 300 cc. Carefully test the solution to see 
if enough tartaric acid is present to prevent any precipitation of iron 
when the solution is made alkaline with ammonia, and add more tar- 
taric acid if necessary. Now neutralize the solution so as to leave it 
slightly acid, heat nearly to boiling and add 20 cc. of a 1 per cent alco- 
holic solution of dimethyl gloxime; then very carefully neutralize the 
slight excess of acid with ammonia leaving the solution so that it barely 
smells of this reagent. Filter the hot mixture’ through a Gooch filter, 
wash the precipitate with hot water and dry at 110°120° C. for forty- 
five minutes. Weigh as Ni(CsH7N202)2, containing 20.32 per cent of 
nickel. 

The determination can be n.ade within about two hours. The 


* Vogel’s reaction. From Treadwell’s Analytical Chemistry (Hall), Vol. I, p. 137. 
} Treadwell’s Anal. Chem. (Hall), 2nd Ed., Vol. II, p. 146. O. Brunck, Stahl und 
Eisen, 28, 331. 
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results are accurate, but may sometimes appear low, from the fact 
that any cobalt present is not determined with the nickel, as it may 
be with some other methods. 

21. Volumetric Method for Nickel.—In the following method * 
nickel may be accurately determined in the presence of aluminum, 
ferric iron, magnesium and zinc. Manganese and copper must be 
removed. Cobalt counts as nickel. If present, it may be detected 
during the titration by the darkening of the solution. The method is 
especially applicable to the assay of nickel mattes and German silver. 
In the case of ores it may be applied to the purified solution after 
removing iron, manganese, copper, etc., and boiling off any hydrogen 
sulphide. 

The following solutions are required: 

Standard silver nitrate, containing about 3 grams of silver per liter. 
The strength of this solution must be accurately known. 

Potassium iodide, 10 per cent solution. 

Potassium cyanide, 22 to 25 grams per liter. This solution must 
be tested every few days.T 

Standardizing the Cyanide Solution—First, accurately establish 
the relation of the cyanide to the silver solution. Run into a beaker 
3 or 4 cc. of the former, dilute this with about 150 cc. of water, render 
slightly alkaline with ammonia, and then add a few drops of the 
potassium iodide. Now carefully run in the silver solution until a 
faint permanent opalescence is produced which is finally caused to 
disappear by the further addition of a mere trace of cyanide. The 
respective volumes of the silver and cyanide solutions are then read 
off, and the equivalent in cyanide of 1 cc. of silver solution calculated. 
Now calculate the metallic silver value of 1 cc. of the cyanide solution 
and multiply this by 0.2720 to obtain the nickel value. 

22. Titration of a Nickel Solution.—The nickel solution (containing 
not more than about 0.1 gram of nickel) must have sufficient free acid 
present to prevent the formation of any precipitate on the subsequent 
addition of ammonia to alkaline reaction; if this is not the case, a 
little ammonium chloride may be added. Make distinctly alkaline 
with ammonia, add a few drops of the potassium iodide solution and 
dilute to 150 or 200 cc. A few drops of the silver solution are now run 

*T. Moore, Chem. News, 72, 92. 


{ The addition of about 5 grams of potassium hydroxide per liter is said to increase its 
permanency. 
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in and the solution stirred to produce a uniform turbidity. Cool the 
mixture to at least 20° C. and it is ready to be titrated with the potas- 
sium cyanide solution, which is added slowly and with constant stir- 
ring until the precipitate wholly disappears; a few extra drops are 
added, after which the beaker is placed under the silver nitrate 
burette, and this solution gently dropped in until a faint permanent 
turbidity is again visible; this is now finally caused to dissolve by the 
mere fraction of a drop of the cyanide. A correction must now be 
applied for the excess of cyanide added, by noting the amount of silver 
solution employed and deducting its value in cyanide solution from 
the amount of the latter used. The amount of cyanide solution 
actually consumed by the nickel is thus arrived at, from which the 
percentage of nickel is calculated. : 

If aluminum, magnesium or ferric iron are present, they may be 
kept in solution with either citric acid, tartaric acid or sodium pyro- 
phosphate. In the presence of zinc, use sodium pyrophosphate. The 
action of iron is somewhat deceptive, as the solution, once cleared up, 
often becomes troubled again on standing for a minute; should this 
occur, a further addition of cyanide must be given until the liquid is. 
rendered perfectly limpid. The temperature of the solution should 
never exceed 20° C.: above this the results become irregular. The 
amount of free ammonia also has a disturbing influence; a large excess 
hinders or entirely prevents the reaction; the liquid should, therefore, 
be only slightly but very distinctly alkaline. The potassium cyanide 
should be as pure as possible. The most hurtful impurity is sulphur, 
which causes a darkening of the solution owing to the formation of the 
less readily soluble silver sulphide. To get rid of the sulphur impurity 
it is necessary to thoroughly agitate the cyanide liquor with lead oxide, 
or, what is far preferable, bismuth oxide. , 

In the hands of Mr. Moore, the above method, after many thou- 
sands of determinations, has been found to be more accurate and 
reliable than either the electrolytic or gravimetric methods. 

23. Modification of the above Method Applied to the Deter- 
mination of Nickel in Nickel Steel.*—The determination can be 
made with speed and accuracy, even in the presence of iron, man- 
ganese, chromium, zinc, vanadium, molybdenum and tungsten. 

Requirements.—The potassium cyanide solution should be about 
equivalent to a tenth-normal silver solution, and is prepared by dis- 

* Treadwell’s Anal, Chem. (Hall), 2d Ed., p. 656. Numerous references are given. 
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solving 13.5 grams of pure potassium cyanide and 5 grams of potas- 
sium hydroxide in water and diluting to 1 liter. 

The silver nitrate solution is made exactly tenth- aaa and is 
prepared by dissolving 8.4944 grams of AgNOs in water and diluting 
to exactly 500 cc. One cubic centimeter of this solution is equivalent 
to 0.01302 gram KCN, or to 0.002935 gram Ni. It is used for stand- 
ardizing the potassium cyanide solution, and in the analysis itself. 

The potassium iodide solution contains 2 grams KI in 100 cc. 

Determination.—Dissolve 1 gram of the steel in a casserole with 
ro to 15 cc. of nitric acid (sp. gr. 1.20), adding a little hydrochloric 
acid if necessary. After the steel has dissolved, add 6 to 8 cc. of sul- 
phuric acid (1 : 1) and evaporate until fumes of the latter begin to 
come off. Cool the residue, add 30 to 50 cc. of water, and heat until 
the anhydrous ferric sulphate has all dissolved. Transfer the solution 
to a 4oo-cc. beaker, filtering if necessary, and add 13 grams of sodium 
pyrophosphate dissolved in 60 cc. of water at about 60° C. The 
pyrophosphate solution must not be boiled, as this causes the forma- 
tion of normal phosphate. The addition of the sodium pyrophosphate 
produces a heavy white precipitate of ferric pyrophosphate. Cool 
the liquid to room temperature and add dilute ammonia (1 : 1), drop 
by drop, while stirring constantly, until the greater part of the precip- 
itate has dissolved and the solution has assumed a greenish tinge. 
At this point it should react alkaline toward litmus, but should not 
smell of free ammonia. Now heat the solution gently, while stirring, 
and the remainder of the pyrophosphate will dissolve, giving a per- 
fectly clear light-green solution. If the ammonia is added too fast, 
or the solution is not carefully stirred, a brownish color is likely to 
result, but this can usually be overcome by carefully adding a few drops 
of dilute sulphuric acid. Cool the clear solution to room temperature 
and add 5 cc. of the standard silver nitrate solution together with 
5 cc. of the potassium iodide. Now titrate the solution with the 
potassium cyanide, adding it until the precipitate of silver iodide has 
disappeared. Finish the titration by adding just enough additional 
silver nitrate to again produce a slight turbidity. Before calculating 
the percentage of nickel, make a correction for the amount of silver 
nitrate added. 

Remarks.—The results obtained by the potassium cyanide titration 
of nickel are said to be very satisfactory. It can be carried out in the 
presence of most of the other elements of the ammonium sulphide 
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group.* If copper is present in amounts not exceeding 0.4 per cent, 
the copper will replace almost exactly three-quarters of its weight of 
nickel. In case chromium is present, the dark color due to the pres- 
ence of chromic salts may be obviated by adding to the original sul- 
phuric acid solution a 2 per cent solution of potassium permanganate 
until a slight permanent precipitate of manganese dioxide is obtained, 
whereby the chromium is oxidized to chromic acid. The solution is 
filtered, concentrated in a 400-cc. beaker to about 60 cc., then treated 
with sodium pyrophosphate, as described above. The method is not 
applicable in the presence of cobalt, but when the amount of the latter 
does not exceed one-tenth the amount of nickel present, the titration 
can be carried out successfully and the results represent the amount of 
nickel and cobalt present. 

24. Volumetric Method for Nickel in Ores.t|—This is a mds 
cation of the cyanide method described in 21. The following descrip- 
tion is given in the words of its author. Two standard solutions are 
required; silver nitrate and potassium cyanide. 

The standard silver nitrate solution is made by dissolving 14.48 
grams of C. P. recrystallized silver nitrate in distilled water and 
making up to tooo cc. This solution should be made exact; if this 
is done, 1 cc. will be equivalent to 0.0025 gram of nickel. If the silver 
nitrate used is pure, and the resultant solution perfectly clear, there 
will be little need of standardization, as the methods most used in 
standardizing silver solutions will show a greater error than will be 
noted in the making up of the solution. . 

The standard cyanide solution should be made so as to be exactly 
equal in strength to the silver nitrate solution. ‘This may be done as 
follows: Weigh up 12 grams of 95 per cent potassium cyanide, or, 11.6 
grams of 99g per cent, dissolve in water and dilute to 1000 cc. Fill 
one burette with this solution and another with the silver nitrate solu- 
tion. Run 50 cc. of the cyanide solution into a large beaker, add 10 
drops of a 5 per cent solution of potassium iodide, 10 cc. of ammonia, 
dilute to about 200 cc. and titrate with the silver nitrate solution 
until a distinct, but not too deep, yellowish cloud of silver iodide is 
formed, indicating that the end-point has been reached. The cyanide 
will be found to be slightly stronger than the silver nitrate. For 

* Instead of using sodium pyrophosphate to prevent the interference of i iron and other 


metals, many chemists use citric or tartaric acid. 
T E. C. D. Marriage, Eng. and Min. Jour., July, 1921, 174. 
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example: 51.3 cc. of the silver nitrate solution may have been required 
to neutralize 50 cc. of the cyanide solution, in which case add 1.3 cc. 
of water to each remaining 50 cc. of the cyanide. Another trial should 
demonstrate the two solutions to be of equal strength. 

25. Treatment of an Ore.—Weigh 0.5 gram of the ore into an 8-oz. 
flask, add 15 cc. of nitric acid, heat till red fumes have ceased to come 
off, add 5 grams of potassium chlorate and take to complete dryness, 
but avoid baking. When cool, add to cc. of hydrochloric acid and 
take to dryness as before. Allow to cool and take up with ro cc. of 
hydrochloric acid and 4o cc. of water. Heat gently until all soluble 
matter has gone into solution, filter, washing thoroughly with suc- 
cessive small amounts of hot water. Make the filtrate alkaline with 
ammonia, add ro cc. of bromine water and boil off the excess of bro- 
mine. Filter, redissolve the residue with hydrochloric acid and repre- 
cipitate to recover any occluded values. Filter through the same 
filter as before. Acidify the filtrate with hydrochloric acid and add 
ro cc. in excess. If manganese is known to be absent, the ammonia 
precipitation should be omitted, in which case the filtrate from the 
flask is ready for the next step. In either case, hydrogen sulphide 
is passed through the hydrochloric acid solution until no further 
precipitation takes place. Filter, wash thoroughly with hot water, 
and boil off the excess of hydrogen sulphide from the filtrate. If 
the solution exceeds 150 cc. in volume, reduce by evaporation. Add 
15 cc. of bromine water, to oxidize the solution thoroughly, and boil 
off the excess of bromine. Cool to approximately 60° F., add 
15 cc. of a 1o per cent solution of citric acid, then neutralize with 
ammonia and add to cc. in excess. If there is any nickel present the 
solution will have a distinct blue color, nickel being similar to copper 
in this respect. The solution is now ready for titration and should 
be about 200 cc. in volume. 

26. Titrate with the standard cyanide solution until the blue color 
has disappeared, and add 5 to ro cc. in excess. It is well to add a 
round number of cubic centimeters in order that the calculation may 
be simplified. Add about 1o drops of the potassium iodide indicator 
and titrate with the silver nitrate solution until the yellowish cloud 
appears. If there is any doubt as to the correctness of the end-point, 
add an additional 5 cc. of the cyanide and again finish with the silver 
nitrate. The results should correspond; that is, if 30 cc. of the cya- 
nide solution had been used and the silver nitrate burette showed a 
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reading of 20 cc., then, if the titration is correct, 35 cc. of the cyanide 
should take 25 cc. of the silver nitrate, the difference in both cases 
being ro cc. It is this difference between the readings of the two 
burettes that measures the quantity of nickel present, each cubic cen- 
timeter of the difference being equivalent to 0.0025 gram of nickel. 
In the example quoted, the difference is 10 cc., which is equivalent to 
5 per cent of nickel, the weight of the ore taken being 0.5 gram. 

If the cyanide solution is not exactly equal in strength to the silver 
nitrate solution, the quantity of cyanide used must be calculated 
to its equivalent in silver nitrate before subtraction is made. 

There are few elements that interfere in this determination, man- 
ganese, copper, lead, silver, arsenic and antimony being eliminated 
in the two precipitations described. Cobalt, when present, counts 
assomuch nickel. Zinc, when present in any quantity, seems to have 
no effect whatever. 

Note.—In view of the fact that there is considerable difficulty in 
making the cyanide solution exactly equal to the silver solution, and, 
furthermore, as it is unstable and will not hold its strength very long, 
it would seem that the employment of an approximately correct solu- 
tion, standardized whenever considered necessary and used with a 
factor to show its equivalent in correct solution, would ordinarily be 
the most convenient plan. (A. H. L.) 

27. Electrolytic Method in General Use at Cobalt, Ont., Canada.*— 
Treat 1 gram of the ore in a 250-cc. beaker with 10 cc. of strong nitric 
acid and 5 cc. of strong hydrochloric acid. When decomposition is 
complete add 15 cc. of strong sulphuric acid and boil until the sul- 
phuric acid is fuming strongly. Allow to cool, take up with water, 
add 5 cc. of strong hydrochloric acid to assist solution, and boil gently 
fora few minutes. Remove from the heat and pass hydrogen sulphide 
through the hot solution for ten to fifteen minutes, then heat again 
and once more pass in hydrogen sulphide until all the arsenic is 
precipitated and the supernatant liquid is,clear. Filter, washing the 
precipitate six or seven times with hot water. * Boil the filtrate to expel 
the hydrogen sulphide and reduce to a volume of about 150 cc. Filter 
and wash as before. Heat the filtrate to boiling and add 15 to 20 
cc. of hydrogen peroxide to effect oxidation. After boiling a short 
time, remove from the heat and allow to cool somewhat and then sep- 
arate the iron as basic acetate as follows: Make the solution just 

* Communicated by Mr. B. C. Lamble, chemist at the La Rose Mines, Ltd., Cobalt. 
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alkaline with ammonia and then reacidify slightly with hydrochloric 
acid. Add 15 grams of solid sodium acetate (crystals) and boil. 
Filter off the iron precipitate, washing with hot water, and place the 
filtrate over the heat to concentrate. Dissolve the precipitate in hot 
dilute hydrochloric acid, dilute to about 150 cc. and repeat the pre- 
cipitation as just described. Unite the two filtrates, boil down to 
about roo cc. and filter. Make the filtrate alkaline with ammonia 
and add about 20 cc. in excess. Electrolyze the hot solution (which 
should have a volume of 125 to 130 cc.), keeping it hot and highly 
ammoniacal during the electrolysis. (See 12.) A gauze cathode is 
preferred. When the operation is apparently finished (in 23 to 3} — 
hours), test for nickel and cobalt on a spot-plate with ammonium 
sulphide. Wash the cathode first with water, then with alcohol, dry at 
about 100° C., and weigh. ‘This gives the combined nickel and cobalt. 

Dissolve the deposit in a 250-cc. beaker in strong nitric acid and 
wash off the cathode with hot water. Boil or evaporate the solution 
to a syrup. Add about 20 cc. of water and then add a solution of 
potassium hydroxide until a precipitate of cobalt hydroxide (blue) 
remains undissolved. Now acidify with acetic acid and add a few 
cubic centimeters in excess; then add about 25 grams of potassium 
nitrite and stir until dissolved. Boil gently for about twenty minutes, 
then dilute with water until the beaker is about five-sixths full and 
allow to stand overnight. Decant and filter the cobalt precipitate 
and wash it a few times with ice-cold water, or water containing about 
5 per cent of potassium nitrite and barely acidified with acetic acid. 
Dissolve the precipitate in hot dilute sulphuric acid and boil down the 
solution until the sulphuric acid is fuming. Cool, dilute with water, 
heat to boiling and filter. Make the filtrate alkaline with ammonia, 
having about 20 cc. in excess, dilute to about 125 cc. and electrolyze 
as described above. This gives the cobalt, and the nickel is deter- 
mined by the difference between this weight and that of the combined 
nickel and cobalt. 

Note.—I would recommend an 8-oz. flask instead of a beaker for 
the decomposition, and 7 cc. of sulphuric acid instead of 15 cc. Any 
globules of separated sulphur may be completely volatilized by allow- 
ing the sulphuric acid to boil very gently for some time after coming 
to fumes. In case an ore contains much arsenic or antimony, it 
would seem to be an advantage to employ the method of decom- 
position described in Antimony 2. (A. H.L.) 
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PHOSPHORUS 


1. Gravimetric Method for Iron Ores.*—Take 1.63 grams of the 
finely ground ore. Dissolve by boiling gently for twenty minutes 
with 4o cc. of strong hydrochloric acid (1.20 sp. gr.) in a covered 
8-oz. beaker. Dilute with 20 cc. of water, and filter, washing with 
water. Receive the filtrate in an 8-oz. beaker. Evaporate the 
filtrate to dryness on a sand-bath or hot plate. While the 
filtrate is evaporating ignite the filter and insoluble residue 
in a platinum crucible. After the paper is burned off, break up any 
lumps with a platinum rod and then ignite again at a red heat for 
about two minutes. Cool, and transfer the ignited residue to the 
beaker in which the filtrate is evaporating. Any phosphorus that 
may have remained with the insoluble residue is thus rendered soluble 
by the ignition and recovered.{ After evaporation, add to the residue 
in the beaker 25 cc. of strong nitric acid (sp. gr. 1.42), cover the beaker 
and boil to about 12 cc. Now dilute with 12 cc. of water and filter, 
washing with water. Receive the filtrate in an 8-oz. flask. The 
total bulk should not exceed 50 cc. Heat to 40°-45° C., add 60 cc. of 
molybdate solution,f previously filtered and heated to 40°45° C.., 
stopper the flask and shake for five minutes. Allow to stand ina warm 
place for fifteen minutes and then filter through a Gooch crucible that 
has been previously dried at 110° C., and weighed. Wash with a 
2 per cent nitric acid solution till free from iron, and then twice with 
95 per cent alcohol. Dry twenty minutes at 110° C. and weigh. The 
dried residue contains 1.63 per cent of phosphorus; therefore each 
milligram found corresponds to o.cor per cent of phosphorus in the ore. 

2. Error Caused when Titanium is Present.—Blair § notes the 
fact that if a solution of ferric chloride containing titanic and phos- 


* Mainly the method of John S. Unger, Trans. Engineers Soc. of Western Penn., 1896. 
} Mixer and Dubois. Jour. Am. Chem. Soc., XIX, p. 614. 

t See below, 7. : 

§ Cher, Anal. of Iron, 3d Ed., p. 86. 
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phoric acids is evaporated to dryness, a compound of TiOz, P2Os, 
and Fe2O03 is formed, which is completely insoluble in hydrochloric 
acid (and presumably in nitric acid also). When titanium is present 
in the material analyzed and such a residue is obtained on filtering 
the nitric acid solution after evaporation to dryness, it may be treated 
as follows: 

3. Dry the residue and burn off the filter paper by ignition in a 
platinum crucible. Moisten the cool residue with a few drops of 
strong sulphuric acid and add sufficient hydrofluoric acid to dissolve 
the silica. Evaporate cautiously and heat until all the sulphuric acid 
is driven off. Cool, add 2 or 3 grams of sodium carbonate and fuse the 
mixture. Dissolve the melt in hot water, filter and wash. Receive 
the filtrate in a 6-oz. flask and acidify with nitric acid. ‘The total bulk 
should not exceed 50 cc. Heat to 40°-45° C., add 25 cc. of molybdate 
solution, previously filtered and heated to the same temperature, and 
finish as described above for the main solution. The same filter, if 
desired, may be used for both filtrations of the yellow precipitate. 

4. The presence of a large amount of titanium in an ore may be 
recognized by the peculiar milky appearance of the solution when it is 
diluted, before the insoluble matter is filtered off, and by the ten- 
dency of the latter to run through the filter when washed with water. 
In cases of uncertainty it is best to assume that titanium is present 
and proceed with the residue as described above. If the residue left 
after filtering the aqueous solution of the melt of 3 be dissolved in 
dilute hydrochloric acid, the solution placed in a test-tube and metallic 
zinc added, the liquid will first become colorless, from the reduction of 
the ferric iron, then, if titanium be present, pink or purple and finally 
blue, from the formation of Ti2O3. se 

5. Method for Steel.—Dissolve 1.63 grams of the steel, in a 6-o0z. 
Erlenmeyer flask, in 30 cc. of nitric acid of about 1.20 sp. gr. Evap- 
orate by boiling over a naked flame to 15 cc., add to the boiling solu- 
tion 20 cc. of chromic acid solution (see 8 below) and again evaporate 
to 18 cc. Remove from the heat and wash down the sides of the flask 
with 5-7 cc. of water, and cool to 40°-45° C. Proceed from this point 
as directed above for ores (1). As in the case of ores, each milligram 
of yellow precipitate found corresponds to o.oor per cent of phosphorus 
in the steel. 

6. Method for Pig Iron.—Dissolve 1.63 grams, in a 44-inch covered 
evaporating-dish, in 40 cc. of strong nitric acid (sp. gr. 1.42). When 
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action has ceased, remove the cover and evaporate to dryness on a 
sand-bath. Place the dish and dry residue over a burner and heat 
cautiously with the naked flame until the mass ceases to evolve red 
fumes. Allow to cool, add 25 cc. of strong hydrochloric acid (sp. gr. 
1.20), cover with a watch-glass and boil to ro cc. Add cautiously 
25 cc. of strong nitric acid (sp. gr. 1.42) and boil to 12 cc. Remove 
from the heat, rinse off the watch-glass and wash down the sides of the 
dish, using about 12 cc. of water, and then filter through an 11-cm. 
filter into an 8-oz. flask, washing with water. The solution should 
not exceed 50 cc. in bulk. Heat to 4o°-45° C. and finish as described 
above for ores (1). Each milligram of yellow precipitate found corre- 
sponds to o.oo per cent of phosphorus in the pig iron. 

7. Molybdic Acid Solution.*—Mix too grams of molybdic acid 
to a paste, with 265 cc. of water. Add 155 cc. of strong ammonia 
water (sp. gr. 0.90) and stir until all is dissolved. To this solution 
add 66 cc. of strong nitric acid (sp. gr. 1.42), stir well and then set 
aside for an hour. In another vessel make a mixture of 395 cc. of 
strong nitric acid and 1100 cc. of water. Finally, pour the first solu- 
tion into the second, stirring constantly. Allow to stand for twenty- 
four hours before using. 

8. Chromic Acid Solution.—Dissolve 30 grams of pure chromic 
acid in 2 liters of strong nitric acid (sp. gr. 1.42), warming gently. 
This solution must be made up fresh at least every two weeks. 

9. Volumetric Method for Iron Ores, Steel, etc.—Start with 2 
grams of material and, according to its nature, proceed by one of the 
above-described methods until the yellow precipitate is finally obtained 
on the filter, which need not be weighed. Wash with a solution of 
acid ammonium sulphate, prepared by adding 15 cc. of strong ammo- 
nia (sp. gr. 0.90) and 25 cc. of strong sulphuric acid (sp. gr. 1.84) to 
1 liter of water. Wash until 2 or 3 cc. of the wash-water give no brown 
reaction for molybdenum when tested with a drop of ammonium 
sulphide. Place the flask in which the précipitation was made under 
the funnel, and dissolve the ammonium phosphomolybdate on the 
filter by pouring over it a warm mixture of 5 cc. of strong ammonia 
water and 20 cc. of water. Wash the filter well with water. 

10. Dilute the filtrate to about 100 cc. with cold water, and add 
10 cc. of strong sulphuric acid. See that the temperature is 50-75° C., 
and the hot solution is ready for reduction, in accordance with the 

= Seeira. 
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directions given in MOLYBDENUM, 4, which are to be followed to the 
end. 

The Fe value of the permanganate solution multiplied by 0 0.01545 
will give the P value. 

This may be determined as follows: 

11. When molybdic acid, Mo2Q0g, is reduced to Mo20s, the latter 
requires the same amount of oxygen for reoxidation as is required to 
oxidize 6FeO to the ferric state. Therefore, 3Fe (ferrous) are equiva- 
lent to MoOs, or 167.52 parts by weight of Fe are equivalent to 144 
parts of MoO3. Accordingly, the Fe factor of the permanganate, 
multiplied by 0.8598, will give the MoOs factor. Now, the formula 
of the ammonium phosphomolybdate is (NH4)312Mo00O3.POu, there- 
fore 1728 parts by weight of MoOs correspond to 31.04 parts of P, 
or, 1 part of MoO3=0.01797 part of P. Thus by multiplying the 
Fe factor of the permanganate by 0.8598, and the product by 0.01797, 
the P factor is obtained, or, the Fe factor multiplied by 0.01545 gives 
the P factor. 

12. Note Regarding Molybdic Acid.—The substance sold as molyb- 
dic acid frequently consists to a greater or less extent of alkali molyb- 
date. Such material may be used for phosphorus determinations with 
fairly good results if the percentage of molybdic acid is determined, 
and the amount of substance taken in making up the molybdate solu- 
tion regulated accordingly, so that the full quantity of molybdic acid 
shall be present. The determination may be made by weighing 0.1 
gram, dissolving in a mixture of 70 cc. of water and 5 cc. of strong 
ammonia, adding 5 grams of roo-mesh zinc and 15 cc. of strong sul- 
phuric acid, and finally titrating the reduced solution precisely as in a. 
phosphorus determination (9). 

The iron factor of the permanganate multiplied by 0.8598 will give 
the MoOs factor (11). 

A yellow molybdate solution indicates the presence of silica, and a 
phosphorus determination made with such a solution is likely to come 
high, owing to ammonium silicomolybdate being dragged down with 
the phosphomolybdate. If about 30 milligrams of microcosmic salt 
dissolved in a little water be added per liter of yellow molybdate solu- 
tion, the mixture agitated and then allowed to settle twenty-four 
hours, the solution will become colorless and fit for use. 

13. Method for Limestone.—Treat 20 grams in a large covered 
beaker with sufficient strong hydrochloric acid to effect solution. Add 
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the acid cautiously, a little at a time, with agitation, to avoid frothing 
over the beaker. When enough acid has been added and effervescence 
has ceased, warm gently, if necessary, to dissolve any separated iron 
compounds. Solution being finally as complete as possible, dilute 
sufficiently with cold water and filter, washing filter and residue with 
cold water. To the filtrate add a few drops of ferric chloride solution 
(not necessary, of course, if the solution already contains sufficient 
iron) and then ammonia until the solution is alkaline to litmus paper. 
If the precipitate, containing the phosphorus as ferric phosphate, is 
not decidedly reddish-brown in color,* acidulate again with hydro- 
chloric acid, add more ferric chloride solution and then ammonia once 
more to alkaline reaction. Now add acetic acid to decided acid reac- 
tion. Boil for a few minutes, filter, wash once with hot water and 
then dissolve in warm dilute hydrochloric acid on the filter, receiving 
the solution in the beaker in which the precipitation was made. Re- 
serve this solution for the present. 

14. The original insoluble residue may contain phosphorus. 
Ignite it in platinum until the carbon of the filter is all burned off, 
break up any lumps with a platinum rod and then ignite at a red heat 
for two or three minutes. Cool, moisten with water, add a little 
hydrochloric acid and warm to dissolve the soluble matter. Dilute 
and filter through the last filter used above, receiving the filtrate in 
the beaker containing the reserved solution. Dilute this solution and 
re-precipitate exactly as before with ammonia and acetic acid. Dissolve 
this precipitate on the filter in warm dilute hydrochloric acid, receiving 
the solution in a small beaker and washing the filter with hot water. 
Evaporate the solution in the beaker almost to dryness, to expel the 
excess of hydrochloric acid, and then add to it a filtered solution of 5 
or 10 grams of citric acid (according to the size of the ferric precipitate) 
dissolved in 10-20 cc. of water. Next, add 5-10 cc. of magnesia mix- 
ture T and enough ammonia to make the liquid faintly alkaline. Stand 


\ 1 ‘ 

* Ferric phosphate is white and the red color indicates the necessary excess of iron 
precipitated as ferric hydroxide. 

| Magnesia mixture-—Dissolve 110 grams of crystallized magnesium chloride (MgCl.+ 
6H,O) in water and filter. Dissolve 280 grams.of ammonium chloride in water, add a 
little bromine water, and a slight excess of ammonia, and filter. Add this solution to the 
solution of magnesium chloride, add enough ammonia to impart a decided odor, dilute to 
about 2 liters, shake vigorously from time to time, allow to stand for several days, and 
filter into a small bottle as required for use. Ten cc, of this solution will precipitate about 
0.15 gram of P.O;. Blair, Chem. Anal. of Iron, | | 
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the beaker in cold water until perfectly cold and then add to the solu- 
tion one-half its volume of strong ammonia and stir well. When the 
precipitate of NHisMgPOs has begun to form, stop stirring and allow 
the beaker to stand in cold water for 10 or 15 minutes, then stir vigor- 
ously several times at intervals of a few minutes, and finally allow the 
mixture to stand over night. Filter on a small ashless filter and wash 
with a mixture of 1 part strong ammonia and 2 parts water, containing 
also 2.5 grams of ammonium nitrate in 100 cc. | 

15. Dry the filter and precipitate, and ignite them in a weighed 
platinum crucible, first at a very low temperature so as to carbonize 
the filter without decomposing the precipitate. Now break up the 
residue with a platinum rod and then heat at a gradually increasing 
temperature to the full power of a Bunsen burner, and continue the 
ignition until the residue is perfectly white. Cool and weigh. Now 
fill the crucible half full of hot water, add 5—20 drops of strong hydro- 
chloric acid and heat until the precipitate has dissolved. Filter off 
on another small ashless filter any silica or ferric oxide that may remain, 
ignite and weigh. The difference between the two weights is the 
weight of the MgeP207, which, multiplied by 0.2787, will give the 
weight of the phosphorus. 

16. Method for Phosphorus in Tungsten Ores.—Take 1 gram of 
the ore and fuse in a platinum dish with 5 grams of sodium carbon- 
ate and 1 gram of sodium or potassium nitrate. Disintegrate with 
hot water and filter, washing with hot water. If much silica is present, 
acidify the filtrate with hydrochloric acid, evaporate to dryness, take 
up in hydrochloric acid and water, in the usual way for silica, and 
filter, washing with dilute hydrochloric acid. If there is but little — 
silica, its removal may be omitted and the filtrate from the fusion 
simply made acid with hydrochloric acid. To the acid solution 
(which may contain a precipitate of WOs) add sufficient ferric chloride 
solution to color the liquid a distinct yellow, avoiding a great excess. 
Now make strongly alkaline with ammonia, boil and filter, washing 
well with hot water. Dissolve the precipitate, after rinsing most of it 
back into the beaker, with hydrochloric acid, pouring the solution 
through the same filter, and wash out every trace of iron with warm 
dilute hydrochloric acid. Dilute the filtrate somewhat with hot 
water and re-precipitate the iron with ammonia as before. Filter, 
washing the precipitate at least ten times with hot water. Dissolve 
the precipitate on the filter with a hot mixture of 10 cc. of strong nitric 
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acid and 20 cc. of water, washing out every trace. of iron with hot, 
dilute nitric acid. Receive the filtrate in an 8-oz. flask. Boil to 
about 40 cc., or less, if the bulk is larger. Precipitate the phosphorus 
with molybdate solution in the usual way (1). Filter through a 
weighed Gooch crucible. Multiply the weight of the yellow precip- 
itate by 0.0163 to obtain the phosphorus. 


CHAPTER XXIII 
POTASSIUM AND SODIUM | 


1. Method of J. Lawrence Smith for Silicates.—Principle—The 
substance is heated with a mixture of 1 part ammonium chloride and 
8 parts calcium carbonate. By this means the alkalies are obtained 
in the form of chlorides, while the remaining metals are for the most 
part left behind as oxides, and the silica is changed to calcium silicate, 
as represented by the following equation: 


2K AlSi30g+ 6CaCO3 + 2NH.4Cl 
— 6CaSi03+6CO2+Al203+ 2K Cl+2NH3+H20. 


The alkali chlorides together with the calcium chloride can be 
removed from the sintered mass by leaching with water, while the other 
constituents remain undissolved. 

Preparation.—The ammonium chloride necessary for the deter- 
mination is prepared by subliming the commercial salt; the calcium 
carbonate, by dissolving the purest calcite obtainable in hydrochloric 
acid and precipitating with ammonia and ammonium carbonate. 
This last operation is performed in a large porcelain dish. After the 
precipitate has settled, the clear solution is poured off and the precip- 
itate is washed by decantation until free from chlorides. The product 
thus obtained contains traces of alkalies, but the amount present is 
determined once for all by a blank test, and a corresponding deduction 
made from the results of the analysis; it is usually sodium chloride and 
- amounts to 0.0012-0.0016 gram for 8 grams calcium carbonate. The 
decomposition was performed by Smith in ‘a finger-shaped crucible 
about 8 cm. long, with a diameter of about 2 cm. at the top and 1} cm. 
at the bottom. Such a crucible is suitable for the decomposition of 
about 0.5 gram of the mineral. A larger quantity can be analyzed 
in an ordinary platinum crucible. 

Filling the Crucible-—Mix 0.5 gram of the finely ground mineral 
with 0.5 gram of sublimed ammonium chloride, by trituration in an 
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agate mortar; then add 3 grams of calcium carbonate and mix inti- 
mately with the rest. Transfer to a platinum crucible with the help 
of glazed paper. Rinse the mortar with 1 gram of calcium carbonate 
and add the rinsings. : 

The Ignition.—If a Smith crucible is used it is placed in a slightly 
inclined position for heating. This is best done by inserting the covered 
crucible through a hole in the side of a fire-clay cylinder, suchasa large 
crucible with the bottom cutaway. ‘The top of the platinum crucible 
projects from the side and is thus protected from the flame. Heat grad- 
ually over a small flame until no more ammonia is evolved.* This should 
take about fifteen minutes. Now increase the heat until finally the 
lower three-fourths (and no more) of the crucible is brought to a dull 
red. Maintain this temperature for fifty or sixty minutes. After cool- 
ing, the sintered cake can usually be removed by gently tapping the 
inverted crucible. Should this not be the case, add a little water and 
warm gently for a few minutes to soften the cake; then wash it into a 
large porcelain, or, better, platinum dish. Add 50-75 cc. of hot water 
and heat the covered dish for half an hour, replacing the water lost by 
evaporation. Reduce the large particles to fine powder by rubbing 
with a pestle in the dish. Finally, decant the clear solution through a 
filter, wash the residue four times with hot water by decantation; then 
transfer to the filter and wash with hot water until a few cubic centi- 
meters of the washings give only a slight turbidity with silver nitrate. 
To make sure that the decomposition of the mineral has been complete, 
treat the residue with a little hydrochloric acid. It should dissolve 
completely. 

Instead of the Smith design, an ordinary large platinum crucible 
may be employed for the ignition. Place the crucible in a hole cut ina 
sheet of asbestos. The hole should be of such a size that not more than 
_ two-thirds of the crucible will be exposed below. Conduct the heating 
and other operations in accordance with the description given above. 

In the case of either crucible, actual fusion’ of the mass should not 
occur. The CaCle formed by the reaction between the NH4Cl and 
the CaCO3 attains a state of fusion and is absorbed by the large excess 
of CaCOs present. Actual fusion of the silicate would render subse- 


* During this part of the operation the heat should be kept so low that ammonium 
chloride does not escape. The latter is dissociated into ammonia and hydrochloric acid 
by the heat, and the acid unites with the calcium carbonate to form calcium chloride.— 
(Treadwell’s Analytical Chemistry [Hall], Vol. IT.) 
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quent disintegration of the mass impossible. When fusion of the mass 
occurs, in spite of the low temperature maintained, it may be due 
to the fusible nature of certain silicates, notably those containing much 
ferrous iron. In such a case it is better to begin anew and increase 
the proportion of CaCO3 to 8-10 parts. 

Precipitation of the Calctum.—Treat the aqueous solution with 
ammonia and ammonium carbonate, heat and filter. The precipitate 
retains small amounts of alkali. Dissolve it in hydrochloric acid and 
repeat the precipitatiofv® with ammonia and ammonium carbonate. 
Combine the filtrates and evaporate to dryness in a porcelain or plat- 
inum dish. While the major portion is evaporating, transfer it in 
portions to a smaller dish, where the evaporation is continued, finally 
rinsing all into the small dish. When the final dry residue is obtained 
in the small dish, cover the dish and heat it for a while in a drying- 
oven at 110°C. This lessens the danger of subsequent loss by decrep- 
itation. Now expel the ammonium salts by careful ignition over a 
moving flame. Allow to cool, dissolve the residue in a little water, 
heat and add a little ammonia and ammonium oxalate to remove the 
last traces of calcium. After it has stood for twelve hours, filter off 
the calcium oxalate, receiving the filtrate in a weighed platinum dish. 
Evaporate it to dryness, cover it, and heat it, still covered, in an oven 
at 110° C.; then ignite gently to expel ammonium salts. Cool, moisten 
with hydrochloric acid to convert any carbonate into chloride, and 
then repeat the evaporation and ignition with the same precautions 
as before. Determine the weight of the contents of the dish, which 
represents the amount of alkali chloride present. To determine potas- 
sium, dissolve the residue in a little water and precipitate as potassium — 
platinic chloride, as described in 7, 8. The sodium is determined by 
difference. _ 

2. Variation from above Procedure.*—In the official method of the 
Assoc. Official Agr. Chemists, the procedure, after the filtrate from the 
disintegrated sintered mass has been obtained, is as follows: 

Precipitate the calcium with ammonia and ammonium carbonate, 
allow to settle and then concentrate the supernatant solution, decant- 
ing in portions if necessary, in a small porcelain or platinum dish, 
finally rinsing in the precipitate. When the whole is thus reduced in 
the small dish to about 30 cc., add a little more ammonia and ammo- 
nium carbonate. Evaporate to dryness on a water-bath, expel the 

* From Griffin’s “Methods of Technical Analysis,” 
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ammonium chloride by gentle ignition, and dissolve the residual alkali 
chlorides in 3-5 cc. of water. 

A little black or dark brown flocculent:matter usually remains 
undissolved, and the solution may still contain traces of calcium. 
Add 2 or 3 drops of ammonia and ammonium carbonate, warm gently 
and filter through a very small filter into an unweighed but weighable 
platinum dish. Evaporate to dryness on a water-bath, heat at dull 
red to incipient fusion of the alkali chlorides, and after cooling, weigh. 
Dissolve the mixed chlorides in a little water and filter through a 
small filter into a porcelain dish. Ignite the filter in the platinum dish 
previously used, and weigh. Subtract this weight from the first 
weight to obtain the weight of the NaCl+KCl. 

Determine the K2O in the filtrate in the porcelain dish by precip- 
itating with platinum chloride (7, 8), adding sufficient platinum 
chloride to combine with the total weight of alkali chlorides calculated 
as NaCl, i.e., an amount of metallic platinum 1.67 times the weight 
of alkali chlorides found. 

3- Hydrofluoric Acid Method.—Treat 1 gram of the finely pow- 
dered silicate in a platinum dish with pure strong hydrochloric and 
hydrofluoric acids until decomposition is complete. It is best to add 
the hydrochloric acid first, to prevent spattering, and then to add about — 
an equal amount. of hydrofluoric acid and warm gently. Finally, 
evaporate to dryness on the water-bath, then add a little dilute hydro- 
chloric acid and evaporate again to dryness. 

4. Dissolve the residue in hot water, add*5 cc. of a saturated 
solution of barium hydroxide, and heat to boiling. Allow to settle 
a short time and then test the clear liquid with a little more barium 
hydroxide solution, to be certain-that enough has been added. When 
the precipitation is complete, filter and wash well with hot water. 
Heat the filtrate to boiling and add a little ammonia and ammonium 
carbonate to complete the precipitation of calcium, barium, etc., and, 
after allowing to stand a short time on thé water-bath, filter and wash 
the precipitate thoroughly with hot water. — : 

5. Evaporate the filtrate to dryness in platinum or porcelain and 
then expel the ammonium salts by a heat just below redness. Take 
up the cool residue in a little hot water, add a few drops of ammonia, a 
drop or two of strong ammonium carbonate solution and a few drops 
of ammonium oxalate solution. After allowing to stand a short time 
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on the water-bath, set aside for a few hours and then filter, washing 
with hot water. 

6. Evaporate the filtrate to dryness on the water-bath and heat the 
residue to dull redness until all ammonium salts are expelled and it has 
become nearly or quite white. Cool, dissolve in a very small amount of 
water and filter into a weighed platinum dish. Add a few drops of 
hydrochloric acid and evaporate to dryness on the water-bath. Heat 
the residue to dull redness, cool in a desiccator and weigh as mixed 
potassium and,sodium chlorides. Repeat the heating until a constant 
weight is obtained. Dissolve the chlorides in a small amount of water. 
If a residue remains undissolved, the separation must be repeated until 
the chlorides finally obtained are entirely soluble. 

Proceed with the solution of the chlorides as described in 7 or ro. 
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7. Direct Method.—It is assumed that the two metals are in 
aqueous solution as chlorides in a platinum or porcelain evaporating 
dish, the weight of the mixed chlorides being known. Add a slight 
excess of hydrochlorplatinic acid (H2PtCle) and evaporate to dryness 
at a low temperature on a water-bath in which the water is not boiling. 
The drying is to dehydrate the sodium platinic chloride and render it 
more soluble in alcohol. It is a good plan to have the platinum solu- 
tion contain to per cent of platinum, i.e., 1 gram in every Io cc., and, 
in order to use the right quantity and avoid unnecessary excess, make 
the following calculation: 

Assume that the mixed chlorides consist entirely of NaCl. Call 
their weight a. Then from the formula NaePtCle+6H2O we find 
that 46 parts of Na require 195.2 parts of Pt. 46 parts of Na corre- 
spond to 116.92 parts of NaCl; therefore we have the proportion 


116.92 : 195.2 =a : Pt required 


Solving this and multiplying the result by ro, we arrive at the num- 
ber of cubic centimeters of platinum solution required. Always add 
0.3-0.4 CC. In excess. 

It is necessary to convert all the sodium, as well as the potassium, 
to the platinum compound, as otherwise the undecomposed sodium 
chloride, being insoluble in absolute alcohol, would contaminate the 
potassium platinic chloride; the calculation is therefore made as above. 

8. After the evaporation, add to the cool residue a few cubic centi- 
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meters of absolute alcohol (methyl alcohol is the best) and thor- 
oughly disintegrate the solid mass with a stirring-rod or platinum 
spatula. Decant the clear liquid through a filter moistened with 
alcohol, and then repeat the stirring with fresh portions of alcohol, 
until a perfectly colorless filtrate is obtained and the remaining salt 
in the dish is pure golden-yellow with no intermixed orange-colored 
particles of NazPtCle. The latter compound is soluble in the alcohol 
while the corresponding potassium salt is not. Transfer the washed 
residue to the filter, allow to drain completely and then dry in an air- 
bath at 80°-go° C. When dry, carefully transfer as much of the pre- 
cipitate as possible to a watch-glass. Replace the filter in the funnel ~ 
and dissolve the adhering precipitate (and also any in the original dish) 
by washing with a little hot water, receiving the filtrate in a weighed 
platinum dish or crucible. Evaporate the solution to dryness at a low 
temperature on the water-bath and then add the precipitate on the 
watch-glass. Dry the whole at 160° C. and weigh as KePtCle. 
Multiply this weight by 0.30561 to obtain that of the KCl. Although 
this factor is correct according to the less recent values of the atomic 
weights, the factor 0.30673 is the correct one according to the latest 
values. This figure, however, does not actually give results so near 
to the truth as the older factor. This is due to the fact that our | 
assumption as to the formula KePtCle is not quite correct. Changes — 
are produced by the evaporation which are compensated for by the 
use of the old factor. 

Having determined the weight of the KCl in the mixed chlorides, 
the difference from the total weight is the NaCl. 

Multiply the weight of the KCl by 0.632 to obtain the weight of 
the K20. 

Multiply the weight of the NaCl by 0.5303 to obtain the weight 
of the NazO. 

g- Indirect Method.—This method is accurate only when both 

_bases are present in considerable amount." 

The metals must first be obtained as chlorides by one of the pre- © 
ceding methods, and the combined weight noted. Now determine 
the percentage of chlorine in the mixture (see XI, 1) and then apply 
the following rule: 

Subtract 47.54 from the percentage of chlorine in the mixture. 
Divide the remainder by 0.1312. The result is the per cent of sodium 
chloride in the mixture. | 
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The rule is determined as follows: Pure NaCl contains 60.66 
per cent of Cl. Pure KCl contains 47.54 per cent of Cl. The dif- 
ference between the two percentages is 13.12. This 13.12 per cent 
excess represents, then, 100 per cent of NaCl; therefore every 
0.1312 per cent above 47.54 represents 1 per cent of NaCl; hence the 
above rule. 

10. Separation of Potassium and Sodium by the Perchlorate 
Method.—It is assumed that the two metals exist as chlorides in a 
platinum or porcelain dish, the weight of the mixed chlorides being 
known. Add just enough water to dissolve the salts, then 5 cc., or 
more, of 20 per cent perchloric acid and evaporate to dryness on a hot- 
plate and until all fumes of perchloric acid have disappeared. If the 
heavy fumes fail to appear, cool, again take up in a little water, add 
5 cc. more of perchloric acid and repeat the evaporation. ‘Two evap- 
orations, each showing the heavy fumes, are necessary, the fumes being 
entirely expelled each time. Finally, allow to become completely 
cool and then continue as described in 13, 14. Multiply the K20 
found by 1.582 to obtain the KCl. Subtract this from the weight 
of the mixed chlorides to obtain the weight of the NaCl. Multiply 
this by 0.5303 to obtain the Na2O.! © 


1 The potassium in K,0O is sufficient to form 2KCI, or, KX0=2KCl. Molecular 
weight of K.0=94.2. Molecular weight of KCl=74.56. 2KCl=140.12. Then, 
94:2 K,O=149.2 KCl, or, 1 K,0=1.582 KCl. Similarly, 2NaCl=Na,O, or, 
116.92 NaCl=62 Na,O. This gives 1 NaCl =0.5303 Na,O. 


11. Short Perchlorate Method for Soluble Potash.—In the case of 
water, weigh 50 grams, more or less, according to supposed richness, 
and evaporate to dryness in a small weighed porcelain or platinum dish. 
Heat the residue for some time at about 150° C., cool, and weigh, 
This gives the per cent of salts in the water. If the weight is small, 
0.5 gram or less, all may be used and dissolved right in the dish. If 
considerably more than 0.5 gram, grind to powder in the dish with an 
agate pestle, and weigh out o.5 gram for the analysis. Continue as 
described below. 

12. In the case of salts, such as mixtures of sulphates, chlorides 
and carbonates, have the material finely ground and well mixed. 
Using a weighing-bottle, weigh something more than o.5 gram into it. 
Dry this at 150° C. This gives the moisture and the weight of dry 
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substance. Wash the material into a small beaker, add a drop of 
methyl orange, cover the beaker and make just acid with hydrochloric 
acid. If filtration appears advisable, boil a moment if CO2 has been 
shown, and then filter through a small filter into a beaker. Wash six 
times with hot water. Dilute the filtrate, or boil it down, as may be 
necessary, to 50 cc., and add an excess of 3/20 cc. of strong hydrochloric 
acid. Heat to boiling and add 10 per cent barium. chloride solution in 
slight excess. Take time to do this carefully, as a large excess of 
barium chloride is troublesome in subsequently converting to per- 
chlorate. The hot liquid may be filtered immediately into a shallow 
evaporating-dish, washing with hot water. Any small amount of 
barium sulphate that has failed to separate will do no harm. Add 
5 cc. of 20 per cent perchloric acid and evaporate to dryness on a hot- 
plate and until fumes of perchloric acid have ceased. Cool sufficiently, 
wash down the sides of the dish with just enough hot water to dissolve 
the salts, add 1 or 2 cc. more of perchloric acid and again evaporate as 
before. If no fumes of perchloric acid appeared on the first evapora- 
tion, add 5 cc. for the second evaporation and again repeat with 1 
or 2 CC. 

13. Allow to become completely cold, then add 25 cc. of a saturated 
solution of potassium perchlorate in 95 per cent grain alcohol (or 
denatured alcohol). Cover the dish and allow a little time for the 
soluble perchlorates to dissolve. ‘The final salts consist of the per- 
chlorates of the bases present, of which only potassium perchlorate is 
insoluble in the alcohol, mixed perhaps with barium sulphate and small 
amounts of organic and other insoluble matter. 

14. Prepare a Gooch crucible with a thick asbestos mat and have 
it dry. Thoroughly loosen up the salts in the dish- with a rubber- 
tipped glass rod, rubbing the particles so as to leave only a powdery 
residue, free from lumps. Rub a little grease on the lower side of the 
lip of the dish, as the alcohol has a tendency to run down the outside, 
and filter through the Gooch (not yet weighed). Using the alcoholic 
perchlorate solution in a small wash-bottle, transfer all the residue 
from the dish to the filter, allow all the liquid to run through, and then 
wash six times with the alcoholic perchlorate solution, allowing to 
drain completely each time. Finally, drain thoroughly and then dry 
in an oven at 130° 150° C., cool and weigh. Now wash the residue 
in the Gooch six times with hot water, which will dissolve the potas- 
sium perchlorate, then twice with alcohol, and once with a very little 
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of the alcoholic perchlorate solution. Drain completely, dry, cool and 
weigh as before. The loss in weight represents the potassium per- 
chlorate. Multiply this by 0.3399 to obtain by K20.! 

The alcoholic perchlorate solution is made by simply shaking up 
an excess of potassium perchlorate with the alcohol, allowing to stand 
some time, best overnight, and always shaking the mixture and filter- 
ing or decanting a portion before use, so as to have the solution 
saturated at the laboratory temperature when used. 


12KClO,=K,0. Molecular weight of KClOs:=138.56. 2KClO,=277.12 
Molecular weight of K,Z0=94.2. Then, 277.12 KClO;=94.2 K,O, or, 1 KClO,= 
0.3399 K.0. 


CHAPTER XXIV 
SILICA 


In the valuation of ores, it is often customary to designate as 
* silica ’’? the insoluble residue remaining after certain conventional 
treatments with acids. Precautions are taken to remove lead com- 
pounds and scmetimes other efforts at purification are made, so that 
the final insoluble residue, or so-called “ silica,” shall consist mainly 
either of fairly pure silica or a mixture of silica and undecomposed 
silicates. 

1. Insoluble Residue or “ Silica ” in Ores, etc.*—Weigh 0.5 gram 
of the ore into a 250 cc. Pyrex beaker. The choice of acids for the 
decomposition will depend upon the apparent nature of the ore. 
Oxidized ores, especially when they contain much iron or manganese, 
should first be treated with hydrochloric acid alone, say to or 15 cc., 
and the mixture warmed very gently until decomposition and solution 
are as complete as possible. Actual boiling should be avoided, as 
the acid is thereby weakened and rendered less effective. If sulphides 
finally remain undissolved, add a few cubic centimeters of strong 
nitric acid and heat the mixture again. 

If the ore is largely a sulphide it may frequently be attacked at 
once with 10 cc. of strong nitric acid, and the mixture warmed gently 
until the first violent action has somewhat subsided. Then add 5 cc. 
of strong hydrochloric acid and continue the warming to complete the 
decomposition if necessary. 

_ In the case of very heavy sulphides, where the separated sulphur, 
after treatment with nitric acid, appears to be still impure, it may be 
advisable to add small portions of potassium chlorate from time to 
time, together with more nitric acid if necessary, and continue the 
heating until the sulphur is either entirely oxidized or sufficiently 
purified. Then add 5 cc. of strong hydrochloric acid, very cautiously, 


* See 21. 
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to avoid too violent action with the undecomposed chlorate, and again 
heat gently. 

2. When a sufficiently complete decomposition has been obtained 
by any of the above methods, or modifications of them suggested 
by the nature of the ore in hand, the solution is to be evaporated to 
complete dryness. This may be done by gentle heating on a hot plate 
or water-bath. | 

When the mixture has become dry, continue the heating for five or 
ten minutes, or more, at a temperature of about 150° C., in order to 
dehydrate any gelatinous silicic acid present. Finally, after cooling 
somewhat, add to cc. of strong hydrochloric acid and warm until 
solution is as complete as possible. Now add 4o cc. of water and 
about 5 grams of ammonium chloride. The latter is to hold lead 
salts in solution and may of course be omitted when no lead is present. 
Heat to boiling and see that everything soluble is properly dissolved. 
Filter through a 9-cm. filter and wash well with hot water. It is best 
either to have the water slightly acidulated with hydrochloric acid, 
or to wash at least once or twice with acidulated water, to remove 
from the filter any insoluble iron compound due to the hydrolysis of 
ferric chloride. Any residue adhering in the beaker should be dis- 
lodged with a rubber-tipped glass rod and rinsed into the filter. Ignite 
and weigh. 

3- It is usually sufficient to place the filter and contents, with- 
out drying, in a small clay “ annealing-cup ” or a porcelain crucible 
and ignite in a muffle or over a Bunsen burner. When cold, shake and 
brush the ignited residue upon the scale-pan and weigh. The weight 
of the filter-ash may ordinarily be neglected. As 0.5 gram of ore 
was taken, the weight in centigrams multiplied by 2 will give the per- 
centage of “ silica.” 

4. When the methods above described fail to effect a fairly com- 
plete decomposition of the ore, sulphuric acid may be tried in addi- 
tion. Proceed in the usual way with hydrochloric and nitric acids 
until decomposition is about as complete as possible, and then add 
5 cc. of strong sulphuric acid and heat (preferably over a free flame) 
until the white fumes are coming off copiously. It is best to continue 
the heating until most of the sulphuric acid is expelled. Cool, dilute 
' with about 4o cc. of water, add 5 cc. of strong hydrochloric acid and 
5 grams of ammonium chloride, and boil to effect solution of every- 
thing soluble. Finally, filter, wash, ignite, and weigh as described above. 
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If an ore contains silicates that are gradually but appreciably 
decomposed by acids, it is evident that the amount of insoluble residue 
obtained will depend largely upon the length of time employed in the 
treatment. ‘This trouble, which is inherent in the method, does not 
often occur to a very appreciable extent, and the results obtained by 
different operators ordinarily agree fairly well. 

5. Barium in the Insoluble Residue.—If an ore contains barium 
sulphate the latter will, of course, be found with the insoluble residue. 
Any soluble barium mineral in the presence of sulphates or sulphides 
will also be either wholly or partly changed to sulphate, which will 
remain behind. When the insoluble residue is thus contaminated 
with barium sulphate, it is customary to determine the same and 
deduct it. This may be done as follows: 

Fuse the mixed residue, after weighing, with about 3 grams of 
sodium carbonate, or mixed sodium and potassium carbonates, in a 
platinum dish or crucible. Prolonged fusion is not necessary, as 
the object is simply to convert the barium sulphate to carbonate. 
After cooling, heat the fused mass with water until disintegration 
is complete, and then filter through a g-cm. filter and wash thoroughly 
to remove sulphates. The barium is left on the filter as carbonate, 
probably more or less impure. A little barium carbonate may also 
remain adhering to the platinum dish. Dissolve the latter in 5 cc. of 
strong hydrochloric acid diluted with about to cc. of water, and, if 
the amount of carbonate on the filter is small, dissolve it by pouring 
the acid mixture (preferably warmed) over it from the dish, receiving 
the filtrate in a large beaker. If the quantity of carbonate is large, 
rinse it from the filter to a small beaker and dissolve it by adding the 
acid in the dish, keeping the beaker covered with a watch-glass to 
prevent loss by spattering. Warm the solution and pour it through 
the filter to dissolve any carbonate remaining thereon. Wash the 
filter well with hot water. Dilute the filtrate to about 300 cc. with hot 
water, heat to boiling and precipitate the barium as sulphate, in the 
usual way (consult Barium, 1), with dilute sulphuric acid. After 
it has stood until cold, filter off the barium sulphate, wash with hot 
water, ignite, and weigh. The weight found, deducted from that of 
the original mixture, will leave the weight of the insoluble residue 
required. 

6. Treatment of Ores and Slags that Gelatinize with Acids.— 
Some ores and furnace products are more or less completely decom- 
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posed by acids with the formation of gelatinous silica. Slag that has 
been suddenly chilled by dipping an iron bar into the molten mass and 
then plunging it with the adhering slag into cold water, may usually 
be entirely decomposed by acids. Roasted ores generally give gelat- 
inous silica. If such substances are treated in the usual way, the 
gelatinous silica is liable to form a cake which adheres to the bottom 
of the beaker and greatly hinders decomposition by surrounding par- 
ticles of the ore with a more or less impervious coating. Material of 
this class may be treated as follows: 

Moisten the o.5 gram of substance in the beaker (a 4-inch porcelain 
casserole or dish is better) with 2 or 3 cc. of water, and then add grad- 
ually about 1o cc. of strong hydrochloric acid, stirring or shaking the 
mixture at the same time to prevent coagulation. Cover the dish with 
a watch-glass and heat very gently with frequent stirring, until 
decomposition is as complete as possible, adding a little nitric acid 
if undecomposed sulphides still remain. Finally, remove and rinse 
off the cover, evaporate to dryness and finish in the usual way (2). 

In the case of chilled slag, the silica thus obtained is fairly pure. 
When there is much gelatinous silica, especial pains should be taken 
in the heating after evaporation so as to dehydrate it as thoroughly 
as possible. In technical work it usually suffices to heat the dry 
residue for half an hour or an hour, at a temperature of about 150° C. 
(cf. ro). 7 | 

7. “ True Silica ” or “ Silica by Fusion.”* (Also see 20).—These 
terms, in technical work, refer simply to the silica obtained by 
technical methods when the decomposition of the substance includes 
a fusion with alkali carbonate. The result is ordinarily much more 
accurate as regards actual silica than that obtained by the usual acid 
treatment, but it is not customary to follow all the requirements of 
exact analysis. In the case of ores containing considerable matter 
soluble in acids, or constituents undesirable in the fusion, such as 
sulphides and compounds of reducible metals, it is usually best to 
give a preliminary treatment with acids and confine the fusion to 
the residue finally obtained, which may consist of mixed silica and un- 
decomposed matter. Such ore is decomposed and treated, according 
to its nature, precisely as described for INSOLUBLE RESIDUE (2) and 
the residue, containing the total silica of the substance, ignited in a 


* Insoluble silicates, such as clays, etc., are usually decomposed by this method. In 
accurate analyses the procedure may be according to 19. 
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platinum dish or crucible to burn off the filter-paper.. It need not be 
weighed. 

8. Mix the ignited “insoluble residue,” or 0.5 gram of the finely 
pulverized ore or silicate, if no preliminary treatment was given, in a 
platinum crucible or small platinum dish with about 5 grams of sodium 
carbonate, or a mixture of 3 parts of sodium carbonate and 2 parts of 
potassium carbonate, which fuses more easily. If the ore, not sub- 
jected to previous acid treatment, contains, or is likely to contain, 
a small amount of sulphides, mix in a small pinch of potassium nitrate 
to insure their oxidation. Heat the mixture over a blast-lamp, very 
slowly at first, so as to expel moisture without mechanical loss of sub- 
stance. Raise the heat very gradually, so that much of the carbon 
dioxide may be driven off without causing any spattering, before the 
mass has actually-fused to a liquid. Finally heat strongly to complete 
fusion of the mixture and continue the heating until bubbling has 
practically ceased and quiet fusion is attained. In some cases this 
takes from half an hour to an hour. If a crucible is used it is best to 
keep it covered to prevent loss from spattering; with a dish there is 
less danger. Cool the crucible or dish and digest the fused mass 
with hot water. Asa crucible is too small to contain sufficient water, 
it is best to place it in a 6-inch porcelain dish, first detaching the cake, 
if possible, as follows: The crucible having been chilled quickly by 
dipping the bottom in cold water, a minute crack will usually develop 
between the sides of the cake and the crucible. Allow a drop or two 
of water to fall into this crack and then cautiously heat the crucible 
over a lamp. Under these conditions the cake will usually detach 
itself with a slight ‘‘ pop.” Place the crucible and cake in the evap- 
orating-dish and warm with water until disintegration is as complete 
as possible. Now remove and rinse off the crucible and cover. If 
the crucible is not perfectly clean inside, dissolve the adhering residue 
with a little hydrochloric acid and add the solution to the main portion 
in the dish, after the latter has been acidified. ‘If a platinum dish has 
been used instead of a crucible, warming in the dish with one or two 
portions of water will usually suffice for disintegration and transfer to 
the porcelain dish. The last traces of residue may be removed by the 
acid used for acidifying, 

9. Cover the evaporating dish and cautiously add hydrochloric 
acid in excess. It is not a good plan to add the acid before removing 
the platinum, since when manganese is present chlorine may be 
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evolved and may attack the platinum if the latter is exposed for any 
length of time. Nitric acid can be used and the danger avoided, but it 
is not so desirable a solvent. 

Warm the mixture in the dish, and when the effervescence has 
sufficiently subsided remove and rinse off the cover and then support 
it on a glass triangle placed on the dish so as to allow a free circulation 
of air over the liquid. If the fusion has been successful and the decom- 
position is complete, practically everything should dissolve in the acid 
liquid and no hard, gritty, or dark particles should remain in the bot- 
tom of the dish. 

10. The solution must now be evaporated to dryness. This may 
be done on a water-bath or as otherwise convenient,* except that care 
must be taken not to overheat at the end. When the mass is dry, 
remove the triangle and place it on top of the watch-glass and the latter 
directly on the dish. This is to prevent loss by any subsequent 
decrepitation. Heat now over a radiator or in an air-bath, at a tem- 
perature of about 150° C., for thirty minutes or more. The residue 
should finally appear perfectly dry and powdery under a glass rod. 
It is impossible to render the silica perfectly insoluble, so as to remove 
it pure at one operation, by any modification of the heating, but for 
ordinary technical results the above directions will suffice. Too 
high a temperature will cause a recombination of some of the silica 
with the bases present, and then, on the addition of acid, some of this 
silica will again be set free in a soluble form. 

11. To the dried mass add about 20 cc. of strong hydrochloric 
acid and allow to stand, covered, at the ordinary temperature or 
slightly warmed, for about ten minutes; then add about 100 cc. of hot — 
water and heat to boiling, first removing and rinsing off the cover and 
triangle. After boiling a moment, allow the silica to settle and decant 
the clear liquid through a filter. It is best to wash the silica once or 
twice by decantation with hot water and then transfer it to the filter 
and finish the washing. If the upper edge of the filter appears brown, 
from the separation of a basic ferric compound, due to hydrolysis of 
ferric chloride, wash with warm dilute hydrochloric acid until clean. 

Place the moist filter and contents in a weighed platinum crucible 
and ignite until perfectly white. Cool in a desiccator and weigh. 

* With a water-bath the operation is sometimes very tedious. I usually support the 


dish on a scorifier placed in an iron sand-bath dish or radiator and have a low flame under 
the latter. 
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12. Testing the Weighed Silica—When it is desired to test the 
purity of the silica obtained, it may be done as follows: Cover the 
silica in the platinum crucible or dish with 2 or 3 cc. of water to pre- 
vent violent action, and then add 2 or 3 drops of strong sulphuric 
acid and 3 to s cc. of pure hydrofluoric acid. Evaporate the mixture 
as far as possible on a water-bath, and then heat cautiously over a 
small free flame to complete dryness. If there is a residue add a 
little more hydrofluoric acid and again evaporate. Repeat this pro- — 
cedure until no residue remains, or until there is no further diminution 
of the residue obtained. In the latter case, add a drop or two of 
strong sulphuric acid, heat to dryness and ignite strongly over the 
blast-lamp, cool, and weigh.. Unless the amount of residue thus found 
is large, it will usually be sufficient to deduct its weight from that of 
the impure silica to obtain the true silica. 

Barium sulphate in an ore would naturally contaminate the 
silica. Its amount could be determined and deducted as just described, 
or the weighed impure silica could be fused with alkali carbonate and 
the barium determined as sulphate, as described in 5.* 

13. Determination of Silica in Ores Containing Fluorine.— 
Substances containing fluorine will sustain a loss of silicon by vola- 
tilization as fluoride, if the solution from the carbonate fusion is sub- 
jected to the usual evaporation with acid. The following methods 
are applicable in such cases. | 

14. Seeman’s Method. |—Fuse with alkali carbonate as directed in 
8. Extract the melt with hot water and filter from the insoluble 
residue. Any barium present will remain with the residue as car- 
bonate. Make the filtrate faintly acid with hydrochloric acid and 
then add an excess of a solution of mercury ammonium carbonate. 
_Evaporate the mixture to dryness, add water to the residue and again 
evaporate to dryness. Take up the residue in hot water. It is 
easily filtered and washed and may be ee ignited and weighed to 
obtain the anhydrous silica. 

The mercury-ammonium carbonate may be prepared by adding to 
a quantity of mercuric oxide a sufficient excess of a cold saturated 
solution of ammonium carbonate to form a clear solution. 


* A more common method at western smelting-works is to filter the aqueous solution 
of the melt of the original fusion before acidifying. The barium is thus practically all 
removed as carbonate at this point. ; 

} F. Seeman, Ziet. f. anal. Chem., LXIV, 343-387. 
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15. Method of Berzelius.—Thoroughly extract the melt from the 
alkali carbonate fusion (8) with hot water and filter from the insoluble 
residue. (Any barium will remain behind as carbonate.) To the 
filtrate add about 4 grams of solid ammonium carbonate, heat for 
some time at about 40° C. and then allow to stand overnight. Filter 
off the precipitate and wash with water containing ammonium car- 
bonate. Reserve the silica thus obtained. 

Some silica still remains in the filtrate. To recover this, add to 
the solution 1 or 2 cc. of ammoniacal zinc oxide solution (made by 
dissolving moist zinc oxide in ammonia water), boil until the ammonia 
is all expelled and then filter off the precipitate of zinc silicate and oxide 
and wash with water. Spread out the filter on a watch-glass, and, 
with a jet from the wash-bottle, rinse as much of the precipitate as 
possible into an evaporating-dish. Pour a little dilute hydrochloric 
acid over the filter and any remaining residue, letting it run into the 
dish, then burn the filter and add the ash. Add a little more hydro- 
chloric acid to the contents of the dish, if necessary to decompose and 
precipitate, and then evaporate on the water-bath and separate the 
silica as usual (10). Filter off this silica and reserve it. 

The insoluble part of the melt may contain silica. Dissolve 
it in hydrochloric acid and separate the silica by evaporation as usual. 
(Any barium will pass into the filtrate as chloride.) 

Finally ignite and weigh all three silica precipitates together. 

16. Decomposition of Silicates by the Lead Oxide Method of 
Jannasch.—This method is applicable in the case of pure silicates 
and admits of determination of the alkalies in the same portion. Pure 
lead oxide is required, but as the commercial article is not safe, it is" 
best to use the carbonate, which is converted into the oxide by ignition. 
It may be prepared as follows: To a boiling solution of lead acetate 
add the theoretical amount of ammonium carbonate. Wash the pre- 
cipitated lead carbonate several times by decantation with hot water, 
then transfer it to a hardened filter (to avoid contamination with 
loosened fibers), wash completely, and allow to drain thoroughly, or 
better, use suction. Carefully remove from the filter and dry com- 
pletely in a porcelain dish on the water-bath. 

17. Mix 1 gram of the very finely powdered substance with 10-12 
grams of lead carbonate. Place the carbonate in the crucible first, 
then add the weighed substance and mix very thoroughly with a 
platinum spatula. Cover the crucible and heat gently, below the 
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fusing-point of the mixture, for fifteen or twenty minutes, to expel 
most of the carbon dioxide. Now heat more strongly, being careful 
to have a non-luminous oxidizing flame, until the fusion is complete 
and keep it at this temperature for ten or fifteen minutes. Only the 
lowest third of the crucible should be heated to redness. Cool the 
crucible quickly by dipping the bottom in hot water, then place it, 
together with the cover, in a platinum dish and cover with hot water. 
After adding sufficient strong nitric acid to insure solution of the lead, 
heat on a water-bath until disintegration is complete. Remove the 
crucible and cover when the adhering portions of the melt have dis- 
solved or separated therefrom. To assist in the disintegration, stir 
the mixture frequently and break up hard lumps as much as possible. 
Only slightly colored flocks of silicic acid should finally remain floating 
in the liquid. Now evaporate to complete dryness. Moisten the 
dry mass with strong nitric acid and again evaporate to dryness. 
Add 20 cc. of strong nitric acid to the dry residue, allow to stand 
fifteen minutes and then add too cc. of water. Heat the mixture for 
twenty minutes on the water-bath and then filter. Wash the silicic 
acid first with hot water acidulated with nitric acid, and then with pure 
hot water. Ignite and weigh in the usual manner. 

18. Common Errors in the Determination of Silica—Under this 
heading Dr. Hillebrand has published an exhaustive paper in Vol. 
XXIV of the Journal of The American Society. While the technical 
chemist, working by conventional methods, might regard his findings 
as of minor importance, they should nevertheless always be borne in 
mind. They are as follows: 

1. Silica cannot be rendered wholly insoluble by any number of 
evaporations with hydrochloric acid when followed by a single filtra- 
tion, no matter what temperature may be employed. Two or more 
evaporations alternating with filtrations are necessary to secure satis- 
factory results.* 

2. The generally accepted > view, that ‘silica passing into the 
filtrate is wholly thrown down by ammonia or sodium acetate in 
presence of much alumina or iron, is incorrect. | 

3. Silica is appreciably soluble in melted potassium piroculpiee 
and consequently, when silicious oxides of iron and aluminum obtained 

* Hillebrand (private communication) says: ‘‘Where I have fused a gram of rock 


(silicate) with 4-6 grams of sodium carbonate, I always recover about 3 milligrams of 
silica from the iron and alumina, even after two evaporations and filtrations.” 
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in analysis are thus fused, their silica contents are only in small part 
left undissolved when the fused mass is taken up with water or acid. 
These last two sources of error may be avoided by separating all silica 
at the start as above. 

4. The need of long blast ignition of the silica in order to get the 
correct weight is proved, continual loss of ee being invariably 
observed for thirty minutes or more. 

19. Accurate Method for Silica.—Treadwell,* for an accurate 
silica determination, directs as follows: Evaporate the dilute hydro- 
chloric acid solution of the residue after the fusion, or the original 
material, if entirely decomposed by acid, in a porcelain dish, to dry- 
ness, on the water-bath.f Stir frequently until the residue is obtained 
as a dry powder. Moisten this with strong hydrochloric acid, cover 
the dish and allow to stand at least twenty minutes at the ordinary 
temperature, to insure the changing to chlorides of any basic salts or 
oxides formed during the evaporation. Then add roo cc. of water, 
heat to boiling, allow the silicic acid to settle and decant the clear 
liquid through a filter supported upon a platinum cone in a funnel. 
Wash the residue three or four times by decantation with hot water, 
then transfer to the filter and wash with hot water until free from 
chloride. If the silicic acid is not perfectly white, but brownish 
from basic ferric salt, drop strong hydrochloric acid around the upper 
edge of the filter and immediately wash it down with a stream of hot 
water. Repeat this until the filtrate comes through perfectly colorless. 
Finally, dry the precipitate by suction, place it in a platinum crucible 
and set it aside for the time being. The separation of the silica is 
now by no means quantitative; as much as 5 per cent of the total 
amount may remain in the filtrate. To remove this, evaporate the 
solution once more on the water-bath to dryness, keep at this temper- 
ture for one or two hours (or more), moisten with a few cubic centi- 
meters of concentrated hydrochloric acid and allow to stand not more 
than fifteen minutes. “Too long a contact with the acid at this point 
will cause some of the silicic acid to go into solution. Add hot water, 
filter the residue through a new, and correspondingly small, filter and 
wash with hot water. 


* Anal. Chemistry (Hall), 2d Ed., Vol. II, p. 445. 

+ This is sometimes a very tedious operation. Hillebrand says of the drying: “It 
can safely be done at temperatures higher than that of the water-bath. "—Private com- 
munication. 
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The amount of silicic acid now remaining in the filtrate should 
not exceed o.15 per cent of the total quantity and may usually be 
neglected. It can be removed, however, by a third evaporation to 
dryness. 

The filters containing the silica are ignited, while wet, in a platinum 
crucible, and finally over the blast-lamp, and weighed. 

Treadwell further remarks: In order to make the separation of 
silicic acid quantitative, it has been proposed to heat the residue 
obtained by evaporation at 110°-120° C. It has been found, how- 
ever, that nothing is gained by this practice, as some silicic acid is 
obtained in the filtrate and the deposited silicic acid is less pure than 
when dried on the water-bath. When magnesia was present, more 
silicic acid was found in the filtrate after igniting at 280° than when 
dried on the water-bath. This is due to the fact that magnesia formed 
by hydrolysis reunites with the silica to form magnesium silicate, and 
the latter is decomposed by hydrochloric acid with the formation 
of soluble silicic acid. It is, therefore, not advisable to attempt to 
dehydrate the silica at a temperature higher than that of the water- 
bath. | 

20. Peroxide Fusion Method for Silica.—This method is very 
convenient and frequently serves admirably where other methods, 
even the carbonate fusion, are unsatisfactory. 

Take 0.5 gram of the finely ground material and treat exactly 
as described in MOLYBDENUM, I, up to the point where the crucible 
has been removed from the melt disintegrated in.water. Now transfer 
the mixture to an evaporating dish of sufficient size, cover the dish 
and add hydrochloric acid in excess, cautiously, to avoid loss by effer- 
vescence. Continue and finish as described in 10, 11, and 12, or 
according to 19, which includes two evaporations. 

If iron or nickel are to be determined in the same portion as the 
silica, a nickel crucible may be used in the case of iron and an iron one 
for nickel; a silver crucible will serve for either. When an iron crucible 
is employed see that any scales of iron oxide from the crucible are 
entirely dissolved, before completing the evaporation to dryness, 
adding more acid if necessary. 

Metallurgical products containing ears which may be partic- 
~ ularly difficult to decompose completely by a carbonate fusion, yield 
readily to the peroxide fusion; in fact, the method is applicable to 
almost every case where a fusion is necessary. Always heat slowly 
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to avoid loss by spattering, or by scintillation due to sulphides or 
organic matter. . 

21. Methods in Use at the Colorado Plants of the American 
Smelting and Refining Co. for the Determination of Insoluble Matter 
in Ores, etc.*—The methods used in the different laboratories may 
differ somewhat in unimportant details, but in general are as follows: 

Unless there is some special reason for doing otherwise, one-half 
gram is taken in all cases for the determination. 


SULPHIDES 


Treat in No. o beaker, or small casserole, with strong nitric acid, 
7-10 cc. Heat gently until strong action has ceased. Evaporate to 
dryness and bake until free from acid. Cool, add about 20 cc. hydro- 
chloric acid (1 part acid and 1 part water) and heat until solution is as 
complete as possible. Filter, wash first with hot dilute hydrochloric 
acid, then hot water. Ignite and weigh. 

Occasionally some ores high in zinc or lead sulphide may be treated 
to advantage, first with hydrochloric acid, and then as above, but the 
result should be the same in either case if properly carried out. 


OXIDIZED ORES IN GENERAL 


Treat with strong hydrochloric acid, 7-10 cc. Boil until dissolved; 
add a little nitric acid (0.5 cc. is usually plenty); evaporate to dryness 
and bake to the complete expulsion of acid fumes. Cool; take up 
with hydrochloric acid and proceed as with sulphides. 

With some ores containing carbonaceous matter, it may be neces- 
sary to bake for a long time, as such residues often hold acid very 


tenaciously. 
MANGANESE OXIDES 


Nitric acid is omitted entirely with these. 
LEADY OXIDE ORES 


Some of these usually yield gelatinous silica and must be carefully 
dehydrated at a temperature which is not too high. | 


OXIDIZED MATERIAL WHICH HAS BEEN STRONGLY IGNITED 


Digest with hydrochloric acid without boiling at first, then evap- 
orate nearly to dryness, add a few drops of nitric acid and evaporate 
* Western Chemist and Metallurgist, III, 120. 
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to complete dryness. Occasionally it may be necessary to repeat this 
treatment, this being a matter of individual judgment. Finally, 
bake to complete expulsion of acid and proceed as before. 


ROASTED ORES, ACID WORKS’ RESIDUES, ETC. 


Digest with hydrochloric acid, without boiling, until oxidized 
portion is dissolved, add 2-3 cc. of nitric acid, boil to decompose 
sulphides, evaporate to dryness and proceed as before. 


ORES OR PRODUCTS CONTAINING MAGNETITE 


Some mixed oxidized and sulphide ores, and also often furnace 
mattes, contain magnetite. When this is known or suspected, the 
material is treated as above under “ Roasted Ores, etc.,” except that 
nitric acid in larger quantity may sometimes be necessary. 


BARIUM SULPHATE ORES 


Treat with 10 cc. hydrochloric acid (1 part acid and 1 part water), 
boiling a few minutes, add 4-5 cc. nitric acid, and after action has 
ceased evaporate to dryness. Bake and proceed as usual. 

After total insoluble is weighed, fuse with sodium carbonate or 
mixed carbonates, digest the melt with water until disintegrated, 
filter and wash. Wash out the fusion crucible with 3-5 cc. hydro- 
chloric acid (1 : 1) and with this dissolve the residue on the filter, 
being careful that the residue is all dissolved and the filter washed 
clean. Precipitate the barium in boiling solution with a slight excess 
of dilute sulphuric acid, and allow to stand at least two hours before 
filtering. The barium sulphate so obtained is deducted from the total 
insoluble to give the insoluble residue. 


GENERAL NOTES 


Care must be taken to insure the removal of all lead salts from 
the insoluble residue. Filtrations should be conducted rapidly and 
with hot solutions, in which case washing with hot dilute hydrochloric 
acid is perfectly safe. However, washing with hot ammonium chloride 
or acetate solution is often practiced, and there is no objection to it. 
This removal of lead needs special care in barium sulphate ores, as 
the latter seem to render the complete solution of the lead salts more 
difficult. 


CHAPTER XXV 
SULPHUR 


1. Method for Ores, etc., Giving Total Sulphur.—Weigh 0.5 of the 
finely ground substance. Mix in a small spun-iron crucible (about 
25-30 cc. capacity) with 1 gram of dry sodium carbonate and about 
5 grams of sodium peroxide. Use peroxide of calorimeter quality, 
and, after trial, it may be measured instead of weighed. Place the 
crucible in a hole cut in asbestos board, to prevent absorption of sul- 
phur fumes, and fuse at a gentle heat over a Bunsen burner. Heavy 
sulphides may require the admixture of more sodium carbonate to 
prevent deflagration and possible loss. 

Set the crucible, while still quite hot in about 3 inch of cold water 
contained in a 500-cc. beaker. Cover the beaker and upset the cru- 
cible with a glass rod. The contents will quickly disintegrate. 
Remove and wash the crucible. Add about 5 grams of ammonium 
carbonate to partially destroy the causticity of the peroxide, warm 
gently until dissolved, and then filter through an 11-cm. filter. A 
small wad of absorbent cotton, placed in the point of the filter and 
wetted, will facilitate the filtration. A Witt’s plate and suction is a 
better combination for filtering, and renders unnecessary the use of 
ammonium carbonate. Wash at least ten times with hot water. 
Receive the filtrate in a 600-cc. beaker, or transfer to 1t subsequently. 
If the filtrate is greenish, indicating manganese, it is a good plan to 
add 5 cc. of alcohol, boil and then filter again.! 7 

2. Add a drop or two of methyl orange as indicator, make just 
acid with hydrochloric acid and then add 1.2 cc. of the strong acid in 
excess. Now dilute to 400 cc. with hot water, having previously 
placed a mark on the beaker at this point. 

3. Heat the solution to boiling and add 10-15 cc. of a 10 per cent 
solution of barium chloride. This is best done through a small funnel 
supported over the beaker, and having the stem drawn out to a very 
small opening, so that it will take several minutes to deliver the barium 
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chloride. Now cover the beaker and boil gently for about twenty 
minutes, then set aside to settle for an hour or two. This will suffice 
for ordinary technical work, but in exact analyses the beaker should 
always be allowed to stand overnight. Filter through a double 
ashless filter. Unless the filtrate appears perfectly clear, run it through 
a second time. Wash ten times with hot water. Test the filtrate 
with a little more barium chloride to be sure precipitation is complete. 
Transfer the moist filter and precipitate to a weighed porcelain or 
platinum crucible. Wipe out any precipitate adhering in the funnel 
with a piece of dry filter paper, and add to the rest. Ignite by first 
heating very gently until dry, and then at dull redness until the residue 
is perfectly white. A high temperature, such as that of a blast lamp, 
is neither necessary nor desirable. Cool in a desiccator and weigh, 
deducting the weight of the filter ash, or the blank if one has been run. 

Multiply the weight of the barium sulphate by 0.1373 to obtain 
the weight of the sulphur? 

It is best to run a blank, once for all, with all the reagents employed, | 
and always deduct for any sulphur thus found. The treatment of the 
blank should include the fusion in the iron crucible. 

In filtering the barium sulphate precipitate, observe the following 
precaution: after the precipitate has apparently all been transferred 
to the filter, do not fail to thoroughly rub the inside of the beaker with 
a ‘policeman ”’ and a little water, even though the beaker appears 
perfectly clean. An appreciable amount of sulphate can usually be 
found. " 

It is usually unnecessary to test the filtrate from the barium sul- 
phate with more barium chloride, unless the precipitate is large in 
amount, or the percentage of sulphur found approximates the total 
quantity that the barium chloride used is capable of precipitating. 

Ten cubic centimeters of a 10 per cent solution of barium chloride 
is the equivalent of 0.1312 gram of sulphur, or, on the basis of 0.5 gram 
of ore taken, 26.24 per cent3 Of course a moderate excess is necessary 
in order to effect as complete a precipitation as possible. With high 
percentages of sulphur it is better to start with less ore than to use a 
large amount of barium chloride. The best excess of hydrochloric 
acid is 0.3 cc. of the strong acid per too cc. of solution. 


1 Alcohol, being a reducing agent, reduces the higher oxides of manganese in its 
soluble salts to the insoluble MnOz2, which precipitates, 
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2 BaSO, contains 1 atom of sulphur. Molecular weight of BaSO.= 233.43. 
Atomic weight of sulphur =32.06. 233.43 BaSO1=32.06 S; 1 BaSO,=0.1373 S. 

3 Crystallized barium chloride has the formula BaCl,.2H,O. The molecular 
weight of this is 244.322. Ten cubic centimeters of a 10 per cent solution will con- 
tain 1 gram. BaCl,.2H,O will precipitate 1 atom of sulphur in forming BaSO,; 
therefore 244.322 parts by weight =32.06 parts by weight of sulphur, or, 1 gram = 
0.1312 gram of sulphur. On the half-gram basis this = 26.24 per cent. 


Additional Notes Relative to Barium Sulphaie——When barium sul- 
phate is precipitated, it tends to occlude other salts in solution, 
especially ferric iron. This tendency is increased by an excess of 
hydrochloric acid. Barium sulphate is also appreciably soluble in 
hydrochloric acid. Hydrochloric acid must, however, be present, 
and the best results appear to be obtained with an excess of 0.3 cc. 
per 100 cc. of solution. Ferrous iron causes less contamination than 
ferric, and while advantage may be taken of this fact; it is usually 
best to remove iron entirely before precipitation. 

Too high a temperature, such as the blast lamp, during the igni- 
tion of barium sulphate, may cause a gradual decomposition and loss 
of sulphur trioxide. A temperature of dull redness is all that is neces- 
sary for the ignition. } 

Another possible source of error is a partial reduction of the sul- 
phate to sulphide by the burning filter-paper. Continued heating 
with free access of air usually corrects this. Both of these errors may 
be corrected, after cooling, by adding a drop of sulphuric acid and 
again igniting carefully. Certain errors due to occluded salts cannot 
be corrected, and it is therefore best to avoid them, as far as Pee 
by proper conditions of precipitativn. 

4. Zinc Oxide Method, Giving Total Sulphur.*—Prepare an inti- 
mate mixture of 1 part dry sodium carbonate and 4 parts zinc oxide. 
Weigh o.5 gram of the ore into a small platinum or porcelain dish, add 
3 grams of the above mixture and mix thoroughly, best by rubbing 
together with a small agate pestle. Cover with 2 grams more of the 
zinc oxide mixture. There should always be present at least twice as 
much sodium carbonate as would be required to combine with the 
sulphur, arsenic, etc.,in the ore. Ifa platinum dish is used, set it ina 
hole in a piece of asbestos board (to exclude sulphur coming from the 
gas), cover partially with a piece of thin asbestos board, and heat over 


* The use of the zinc oxide mixture is described by Ebaugh and Sprague, Jour. Am, 
Chem. Soc., XXIX, 1475. 
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a Bunsen burner to bright redness, for about twenty minutes. If a 
porcelain dish is used it is difficult to attain the proper heat with a 
Bunsen burner, and it is best to heat it in a muffle or over a suitably 
adjusted blast lamp. Allow to cool and transfer the mass to a 250-cc. | 
beaker. Rinse out the dish well with hot water and make up the bulk 
in the beaker to about 50 cc. Heat the mixture to boiling, stirring 
well, and then filter through an 11-cm. filter and wash the residue at 
least ten times with hot water. Receive the filtrate in a 600-cc. beaker. 
Add a little methyl orange as indicator, make just acid with hydro- 
chloric acid and then add 1.2 cc. of the strong acid in excess. Dilute 
the solution to 400 cc. with hot water, heat to boiling and precipitate 
the sulphur with barium chloride as described in 3. 

5. Acid Method for Ores (Not Giving the Sulphur of Barium 
Sulphate).—Treat 0.5 gram of the ore in an 8-oz. flask with 10 cc. of 
strong nitric acid. Heat very gently until the red fumes have some- 
what abated, and then add potassium chlorate in small portions (say 
0.2-0.3 gram at a time), until any free sulphur that has separated is 
entirely oxidized and dissolved. ‘The acid should not be boiled vio- 
lently, as this would unnecessarily weaken it. On the other hand, it is 
best not to allow it simply to simmer, as the explosive gases from the 
decomposing chlorate may then collect in the flask and produce 
annoying, although not dangerous, explosions. When the sulphur has 
entirely disappeared the solution should be boiled to complete dryness. 
This operation may be hastened by manipulating the flask over a free 
flame. After cooling, add 5 cc. of strong hydrochloric acid. This 
should be done cautiously to avoid a too violent reaction with the 
undecomposed potassium chlorate that may be present. If iron 
oxide, etc., still remains undissolved, gently heat the hydrochloric acid 
mixture until solution is as complete as possible, adding more acid if 
necessary. Finally, boil to dryness, then add 5 cc. more of the hydro- 
chloric acid and again boil to dryness. This is to decompose nitrates 
and expel all nitric acid. Take up once more,in 5 cc. of hydrochloric 
acid and dilute with about 100 cc. of cold water.* Make alkaline 
with ammonia and then add ro cc. of a saturated solution of ammonium 
carbonate. This latter 1s to convert any lead sulphate to carbonate 
and thus render the combined SOx soluble, as ammonium sulphate. 
Heat to boiling, allow the ferric hydroxide, etc., to settle, and then filter 


* If the solution is hot when made alkaline with ammonia, some basic ferric sulphate 
is likely to separate. 
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and wash very thoroughly with hot water, receiving the filtrate in a 
600-cc. beaker. Proceed with the filtrate as described in 2. - 

6. Modification of the Acid Method for Ores Containing Barium 
Sulphate.—As barium sulphate remains practically unaffected by the 
above acid treatment, any sulphur thus combined in an ore will require 
another method for its solution. When the total sulphur is required 
in ores containing barium sulphate, the procedure may either be 
according to 1, or the acid method may be modified as follows: Begin 
the analysis according to 5, and proceed as described until all nitric 
acid has been expelled and the residue has been taken up for the last 
time in 5 cc. of hydrochloric acid. Now dilute with about 30 cc. of 
water, add 5 grams of pure ammonium chloride and heat to boiling. 
The ammonium chloride is to hold any lead in solution. Filter and 
wash with hot water. Reserve the filtrate, which contains all the 
sulphur that has yielded to the acid treatment. Ignite the insoluble 
residue, containing the barium sulphate, in a platinum dish or crucible 
to burn off the filter-paper. When cool, add a little sodium carbonate, 
or mixed sodium and potassium carbonates, and fuse to decompose 
the barium sulphate and form soluble alkali sulphate. A prolonged 
fusion is not necessary. Cool, take up the mass in hot water, warming 
until thoroughly disintegrated, and then filter and wash with hot 
water. Make the filtrate slightly acid with hydrochloric acid, keep- 
ing the beaker covered to avoid loss by spattering, and then add to it 
the reserved filtrate. The united filtrates are now cooled (cf. foot- 
note to 5), and made alkaline with ammonia, ammonium car- 
bonate is added, and the determination proceeds in the usual 
way. 7 

7. Method for Roasted Ores and Ores Containing Much Copper.— 
By the wet method, some of the sulphur of roasted ores is liable to 
escape as hydrogen sulphide. Also, if the solution to which ammonia 
is added contains much copper, some of the latter is liable to separate 
as a basic sulphate, and, furthermore, the copper in the filtrate will 
contaminate the barium sulphate. Both of these sources of error may 
be avoided as follows: Fuse 0.5 gram of the ore in a large porcelain 
crucible with 25 grams of a mixture of 6 parts sodium carbonate and 
I part potassium chlorate (Béckmann’s method). Contamination 
with sulphur of illuminating-gas is best avoided by placing the crucible 
within a hole in a piece of asbestos board. Heat gently at first, and 
finally until the evolution of oxygen ceases. Cool, extract with water 
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and filter, washing thoroughly with hot water. Acidify the filtrate 
with hydrochloric acid and continue as described in 2. 

8. Free Sulphur in Ores, etc.—Have the material thoroughly 
air-dried. Heating to expel moisture is liable to volatilize sulphur. 
Weigh from 1 to 5 grams, according to amount of free sulphur possibly 
present. Place in a 200-cc. beaker, add about 30 cc. of aniline and 
heat the mixture just to the boiling-point for a few minutes, frequently 
rotating the beaker to stir the contents. Pour the hot liquid through 
a weighed Gooch crucible with asbestos mat, using suction. Rinse 
out the beaker several times with carbon disulphide, pouring through 
_ the residue in the crucible, until the latter is washed free from aniline. 
A slight residue remaining in the beaker will soon dry and may be 
brushed into the crucible. Finally, heat the latter to constant 
weight at about 100° C. The difference between the final weight of 
the residue and the original weight of substance taken represents the 
free sulphur. 

Carbon disulphide alone cannot be depended upon to dissolve all 
the free sulphur, as a modification of the element that is insoluble in 
carbon disulphide is liable to be present. 

It is best to have some water in the receiver under the Gooch 
filter, both to prevent the hot aniline from cracking the glass, and to 
prevent the separated sulphur from adhering to the sides. 

_ A possible source of error is water remaining in the substance that 
might count as free sulphur. 


CHAPTER XXVI 
TIN 


Tue following is a rapid and accurate method for the technical 
determination of tin in ores and similar material. It is a modified 
combination of ideas from several sources.* The procedure usually 
requires less than an hour and appears to answer all ordinary purposes. 

1. Oxidized Ores and Similar Material—In a thin spun-iron 
crucible of about 60 cc. capacity, melt about 8 grams of sodium hydrox- 
ide (about 2} inches of the stick hydroxide broken into short pieces). 
Heat until the moisture is expelled and quiet fusion attained. After 
cooling, add o.5 gram of the finely ground ore, cover the crucible 
with a very loosely fitting porcelain cover and heat, at first cautiously, 
to lessen spattering, and then with the full flame of a Bunsen burner 
until the fusion is quiescent. Remove and reserve the cover and 
pour the melt upon a clean iron plate. Invert an evaporating dish 
over the hot cake, to prevent loss in case the cake cracks apart vio- 
lently on cooling. 

2. Set the empty crucible in a 4o0-cc. beaker containing 50 cc. of 
cold water. Cover the beaker and tip the crucible over with a glass 
rod, so as to admit the water; then add 40 cc. of strong hydrochloric 
acid. Warm the mixture and turn the crucible about with the glass 
rod until it appears clean. Remove and rinse the beaker cover, lift 
the crucible on the rod and wash off the outside, so as to permit han- 
dling with the fingers. Now rinse out the inside of the crucible. If 
any undissolved melt remains, dissolve it with a little hydrochloric 
acid and rinse into the beaker. Again cover the beaker and add the 
cooled melt and porcelain cover. Warm until the cake has dissolved. 
Lift out the crucible cover with forceps, or by means of a bent iron 
wire passed through the loop, and wash it. 

3. Transfer the solution, which should contain no residue of unde- 

* E. V. Pearce, at works of Messrs. Williams, Harvey & Co., Ltd., Cornwall. Ibbot- 
son and Brearly, Analyst, 1902, 25; Technical Methods of Analysis, Griffin. 
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composed ore (although there may be some;scales of iron oxide from 
the crucible) to a 16-oz. flask. Have this flask prepared as follows: 
Mark it at the 125-cc. point. Fit a 1-hole rubber stopper in the neck, 
with a glass tube passing through it a short distance into the flask. 
Have the tube bent outside at right angles for about 3 inches. Con- 
nect this with a flexible rubber delivery tube about 2 feet long, having 
at the end a short piece of glass 
tubing drawn to a tip with an 
opening of about a millimeter. 
See Fig. 18. 

Also have ready about 100 
cc. of a 10 per cent solution of 
sodium carbonate. 

4. Bring the solution in the 
flask to the 125-cc. point by 
dilution or boiling, as necessary. 
Remove from the heat if boil- 
ing was required. Add about 

Fic. 18. 0.5 gram of finely powdered 

metallic antimony * and 4o cc. 

of strong hydrochloric acid. Insert the stopper, again place over the 

heat and dip the glass tip of the delivery tube into a small beaker con- 

taining about 4o cc. of the sodium carbonate solution. Now lift the 

stopper of the flask slightly, pour in 25 cc. of the sodium carbonate 
solution and again close the flask. 

5. Heat to boiling and then lower the flame so as to produce a very 
gentle boiling. Maintain at this temperature for fifteen minutes; 
by this time all the tin should be reduced to the stannous condition. 
Keeping the glass delivery tip continually at the bottom of the small 
beaker, cool the flask and contents completely, to room temperature 
or cooler, under the tap. 

6. Remove the stopper without unnecessary agitation of the flask, 
and immediately slip in its place a rubber stopper cut very short 
(3 in.), having a hole slightly larger than the delivery tube of the 
burette to be used. Add about 5 cc. of'starch solution, by means of a 
Io-cc. pipette inserted through the stopper with the tip reaching nearly 
to the liquid. See that there is no air in the tip of the pipette and do 
not allow all the starch solution to run out, as this would draw in air. 

* This is easily prepared by grinding a little crushed antimony in a wedgwood mortar. 
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7. Insert the delivery tube of a burette filled with standard iodine 
solution, through the hole, well into the flask, and titrate to a faint, 
permanent blue tinge. Rotate the flask gently after each addition of 
iodine and do not withdraw the burette tip during the titration. 

Multiply the number of cubic centimeters of iodine solution used, 
by the percentage value of 1 cc., to obtain the per cent of tin. 

None of the ordinary constituents of tin ores interfere with this 
method. Both arsenic and antimony in the ous condition in weak 
acid solution consume iodine, but in a solution containing at least one- 
fifth of its volume of strong hydrochloric acid they are entirely without 
effect. | 

Notwithstanding the above statement, it is always best to run a 
blank with the antimony used. Weigh 0.5 gram into the same flask 
used for the tin. Add 125 cc. of water and 50 cc. of strong hydro- 
chloric acid, and conduct the procedure from this point precisely as 
described for tin. Deduct the amount of iodine solution required 
to produce a blue tinge from the cubic centimeters used in the tin 
assay, before calculating the latter. 

8. The standard iodine solution may be prepared by dissolving 
about 11 grams of iodine in a little water with the addition of about 
20 grams of potassium iodide, and diluting to 1 liter. On the basis of 
0.5 gram of ore taken for assay, 1 cc. will equal about 1 per cent of tin. 

Standardize as follows: Weigh carefully about 0.2 gram of pure 
powdered arsenious oxide into an 8-oz. flask. Dissolve by warming 
with a little dilute sodium hydroxide solution. When dissolved, dilute 
to about 100 cc. with cold water, add a few drops of phenolphthalein 
solution as indicator and make slightly acid with hydrochloric acid. © 
Now cool under the tap to room temperature or cooler. Finally, 
add 3-4 grams.of sodium acid carbonate and a little starch solution * 
and titrate to a permanent blue color with the iodine solution. The 
weight of the As2O3 multiplied by 1.199 equals the weight of the 
equivalent amount of tin! Having determined this weight in grams, 
change it to per cent (on the basis of 0.5 gram =100 per cent), by mul- 

‘tiplying by 2 and moving the decimal point two places to the right. 
This figure, divided by the number of cubic centimeters of iodine 
solution used, will give the percentage value of 1 cc. 

The iodine solution does not change materially in a week, but it is 
not safe to use a standard that is older. 


* Tf an acid starch solution is used add it before neutralizing. 
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g. Sulphide ores should be oxidized before the fusion. As roasting 
might cause loss, it is best to treat with aqua regia until the sulphides 
are decomposed, then dilute, filter off the tin oxide and gangue and 
ignite this residue in a porcelain crucible at a low heat (it is unnecessary 
to burn off all the carbon) and proceed with it as described above. 


1 When tin is oxidized from tke stannous to the stannic condition it amounts 
to the same as changing SnO to SnO, by the addition of 1 atom of oxygen. Every 
Sn then, =O. When As,O; is oxidized to As.O;, every As:O; requires Ok, or, 
As.O3=Snz. Molecular weight of As,O;=197.92 =237.4 Sn, or, 1 As,O; =1.199 
Sn. ; 


to. Method of E. V. Pearce for the Determination of Tin in Ores, 
etc.—Fuse * 8-10 grams of stick sodium hydroxide in a 24-inch nickel 
dish with the addition of a sprinkling of finely powdered charcoal, 
keeping the dish covered with a porcelain crucible-cover. When the 
sodium hydroxide is thoroughly fused, remove the lamp and allow to 
cool slightly. 

11. Weigh from o.2 to 0.5 gram, according to its supposed richness, 
of the finely powdered ore, place it in a thin layer over the cooled melt 
in the dish, and sprinkle a little more charcoal over the ore. Cover the 
dish and heat again, cautiously at first to avoid spattering, finally 
with the full power of a Bunsen burner for five or ten minutes, or until 
no further action is seen. Allow to cool; when cold the separation of 
the cake may be effected by squeezing the dish in the hand. Transfer 
the cake to an evaporating-dish (a glazed iron dish is ordinarily em- 
ployed), add water, and thoroughly clean and wash the nickel dish 
and cover. Now cover the evaporating-dish and add sufficient strong 
hydrochloric acid to effect a complete solution of the cake, with the 
exception, possibly, of some gelatinous silica. Under ordinary cir- 
cumstances the latter may be disregarded, but, if desired, it may be 
removed by filtering through glass wool. . Transfer the solution to a 

* For this description I am indebted to Dr. Richard Pearce, who has kindly written it 
with the consent of Mr. E. V. Pearce, his nephew. Dr. Pearce describes the method as 
he has seen it in daily use at the works of Messrs, Williams, Harvey & Co., Ltd., in Corn- 
wall, with which his nephew is connected. In regard to its accuracy, Dr. Pearce states: 
“‘T have seen the method tried on various ores and mixtures, the latter being prepared 
with percentages of tin known only to myself, and am quite satisfied with its accuracy 


and rapidity. In my opinion it is far ahead of any method which has yet been suggested 
for the assay of tin, especially in low grade ores.” 
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tall narrow beaker, add a few rods of iron (nail-rod),* about 3 or 4 
inches long, cover the beaker and warm it gently to effect a free evolu- 
tion of hydrogen. The ferric chloride is reduced to a ferrous salt, the 
yellow color giving place to a pale green, and then the stannic chloride 
is reduced to stannous chloride. The whole reduction is complete in 
thirty minutes or even less. Now place the beaker and contents in a 
dish in which cold water is circulating, until the solution is as cold as 
possible. “Remove and wash the iron rods, add a little starch liquor, 
and the solution is then ready for titration with a standard iodine 
solution. 

12. The latter is prepared in the usual way by dissolving iodine in a 
solution of potassium iodide, and is standardized with pure tin or pure 
arsenious oxide. About a N/r1o strength is convenient: 

13. In the case of ores containing pyrites, the latter should be 
oxidized before the fusion. ‘To avoid possible loss in roasting, it is 
best to treat with aqua regia until the sulphides are decomposed, then © 
dilute, filter, and ignite the residue, containing all the tin oxide, at a 
low temperature in a porcelain capsule (it being unnecessary to burn 
off all the carbon) and proceed with it as described above. 

14. In regard to his method, Mr. E. V. Pearce writes: ‘‘ I should 
explain to you that the merit of my process lies in the ease with which 
the tin is obtained in solution. The titration with iodine which I am 
using has been elaborated by L. Parry and is described in detail in his 
book, ‘ The Assay of Tin and Antimony.’ The advantages of the 
process, in conjunction with the iodine titration over any other known 
tin assay are: 


‘1. The ease with which all the tin is obtained in solution; 

“2. The absence of any filtrations; 

“3. No separation of other metals is necessary; 

‘4. The speed with which an assay can be made,—1}3 hours being 
sufficient for any ores.” . 


Note.—Mr. E. V. Pearce has recently called my attention to the fact that the omis- 
sion of charcoal in the decomposition, according to my modification of his method, is 
apparently permitted by the use of an iron crucible. When a nickel crucible is used, the 
decomposition is frequently incomplete if charcoal is omitted, but iron filings appear to 
serve equally as well as charcoal. The iron of the crucible is therefore a factor in the 
reactions, and Mr, Pearce prefers the method I describe, as being more convenient than the 
use of either charcoal or iron filings. The weak point of this method is the likelihood of 
the stannous solution being oxidized by the air during titration, causing a low result. 


* Mr. Pearce now uses sheet nickel as the reducing agent. I have likewise found nickel 
preferable to iron. 
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15. Parry’s Method for the Assay of Tin Ore.*—Tin ores may 
be either pyritic or non-pyritic. Pyritic ores holding more than two 
per cent sulphur must be, and non-pyritic ores may be, treated with 
nitric acid before reduction, as tin sulphide is volatile at a red heat. 
Weigh 5 grams of the ore, ground as finely as possible, either directly 
into a porcelain boat, or treat in an evaporating dish with a watch- 
glass cover, with 20 cc. of dilute nitric acid, and carefully evaporate 
to complete dryness. Digest the residue with dilute nitric acid and 
filter. Dry the washed residue, ignite it in the dish, and then transfer 
it to a porcelain boat and heat it to low redness for two hours, in a slow 
current of hydrogen or coal gas. Coal gas is much more convenient 
to use and quite as effective as hydrogen. The boat is 23 by 3 in., 
and two at a time may be placed in a porcelain or glass tube 12 in. long, 
with a # in. bore, which is then placed in the reduction furnace. A 
very convenient form of gas reduction furnace, with clay body, 
brass gas jets, and asbestos rings to fit over the ends of the tube 


Fic, 19. 


against the clay covers, is made in 6-in. lengths. The ends of the 
tube should project about 3 in. at each end of the furnace, and should 
be closed with rubber stoppers fitted with glass tubes as shown; the 
escaping gas (about 4 bubbles per second) is passed through dilute 
hydrochloric acid, in which any volatilized tin is condensed. In ores 
holding not more than 2 per cent sulphur—that is tosay, in 99 out of 
roo samples of black tin or tin barilla, as bought, treatment with nitric 
acid may be omitted. In these direct reduction assays the tube is 
washed out, after the reduction is complete, with hydrochloric acid 
and potassium chlorate, also the glass leading tube. The solution is 
mixed with that through which the gas bubbled, reduced with iron 
and titrated for tin with iodine. This generally adds 0.1 to 0.2 per 
cent on the main tin assay. Where treatment of the ore with nitric 
acid is adopted as a method, the tube may still be similarly washed 
out, and, together with the gas liquor, tested for tin, as a check, for 


*L. Parry, London Mining Jour., Sept. 25, 1909; also Parry’s ‘‘The Assay of Tin and 
Antimony.” 
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instance, against volatilization of tin on account of sulphur in the gas. 
A two-way gas branch is used; one jet supplies gas to the tube, the 
other supplies gas for heating the furnace. After the reduction, allow 
the boats to cool in the furnace, and, when cold, transfer each boat and 
its contents to a 4oo-cc. beaker and treat with 150 cc. of hydrochloric 
acid and 5 cc. of nitric acid. Allow the assay to stand in a warm place 
until the action abates, then boil for a few minutes, dilute with an 
equal bulk of water and filter. Wash the residue well with hot acid 
water, then with hot water, and then dry and ignite it. Fuse the 
ignited residue with 4 or 5 parts of a mixture of sodium carbonate 
(free from chlorine) and borax, in a platinum crucible. Dissolve the 
melt in hydrochloric acid and precipitate with zinc, as usual. . The 
residue rarely holds more than o.5 per cent of the total tin in the ore. 
Instead of being fused as above, the residue may be fused with about 
2 in. of stick sodium hydroxide.in an iron crucible over a Bunsen 
burner. Dissolve the melt in hydrochloric acid and precipitate on 
zinc as usual. Make up the main solution to 500 cc., pipette off the 
equivalent of 1 gram into an 8-oz. flask, reduce with iron wire and filter. 
Precipitate the filtrate with strips of sheet zinc as usual. Dissolve 
the metallic sponge in hydrochloric acid and titrate at the boiling-point 
with standard ferric chloride solution. 

In precipitating the tin with zinc, neutralize the solution (which 
should be freely acid) with thin strips of zinc. Use an excess of zinc 
at the beginning, as, if the neutralization is effected too slowly, tin is 
apt to remain unprecipitated. When the action ceases pour a little 
of the liquor into a beaker containing some hydrogen sulphide water; 
if the precipitate is white all the tin has been thrown down. Pour 
away the mother liquor as closely as possible, after allowing any float- 
ing particles of metal to settle. The best plan is to pour the liquid 
from the flask into a beaker, which is then rapidly filled with water 
from the tap. Press the larger pieces of spongy tin against the side of 
the beaker with a glass rod, after which they will readily settle. The 
addition of a drop or two of ammonia, or pouring the liquid to and 
fro from one beaker to another, will generally insure the settling of 
the lighter particles. Wash the metal in the beaker back into the 
flask with 180-200 cc. of hydrochloric acid, to dissolve the tin and 
zinc, and bring the liquid to a boil as rapidly as possible, with the 
addition of a granule of zinc. The flask should be provided with a 
rubber stopper through which passes a short length of glass tubing. 
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If the acid is not brought to a boil rapidly, the metal may be com- 
pletely dissolved while there is still air in the flask, and some stannic 
chloride may be formed. When the solution is complete, and the 
liquid boiling, titrate at once with ferric chloride. One drop of the 
ferric chloride solution in excess should produce a plain yellow tinge. 
The end-point is more marked the hotter and more acid the solution. 

Under ordinary circumstances it is better to let the action cease 
completely when precipitating with the zinc, but in the rare cases 
when titanium is present (as evidenced by the violet color of the solu- 
tion during the precipitation), the liquor must be poured off from the 
tin and zinc while it is still slightly acid, all the titanium being then 
in solution as sesquichloride. Also, the sponge of tin and zinc should 
be washed once with water slightly acidulated with hydrochloric acid. 
Under these circumstances no titanium hydroxide is left with the tin 
and zinc. TigCl. is oxidized by ferric chloride, though it is unaffected 
by iodine. In the case of an insoluble silicious residue from solution | 
(after gas reduction) of an ore, which is apparently poor in tin and 
rich in titanium, it would be a convenient plan, after fusing and dis- 
solving in hydrochloric acid, to reduce the solution with iron and titrate 
with iodine, instead of precipitating with zinc for the ferric chloride 
assay, as the silicic acid sometimes deposited from hydrochloric acid 
solutions during zinc precipitation may carry down titanic acid with 
it or occlude titanous chloride mechanically. If, however, any 
titanium got through into the hydrochloric acid solution for ferric 
chloride titration, its presence would at once ‘be shown by the color. 
On rich material the ferric chloride titration should be employed 
whenever possible, as the iodine titration, even under the best con- 
ditions, has a slight tendency to give low results. _ 

16. Preparation and Standardization of the Ferric Chloride Solu- 
tion.—The ferric chloride solution should be made up 2 liters at a 
time, from a concentrated stock solution made by dissolving piano 
wire in hydrochloric acid, peroxidizing with nitric acid and evaporating 
twice with hydrochloric acid to dryness, and then dissolving in hydro- 
chloric acid. It is standardized against 1 gram of the purest tin, 
filed with a fine file. The ferric chloride solution may also be made by 
dissolving 180 grams of the yellow commercial lump salt, which is 
roughly FeeCle.12H2O, in about 200 cc. of hydrochloric acid and 
evaporating to dryness. The residue is dissolved in 300 cc. of hydro- 
chloric acid and diluted to 2 liters. The evaporation is to free the 
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solution from nitric acid and arsenic. Use only the purest and strong- 
est hydrochloric acid. 

To standardize, weigh 1 gram of pure, finely divided tin into 
an 8-oz. flask, add strong hydrochloric acid until the flask is about 
three-fourths full, insert a rubber stopper provided with a few inches 
of small glass tubing, and boil the mixture until solution is complete. 
Do not boil too rapidly, as this weakens the hydrochloric acid too 
much before the tin is dissolved. Neither should the liquid come to a 
boil too slowly, as all the tin might then be dissolved before the air in 
the flask was thoroughly expelled, and stannic chloride might be 
formed. When solution is complete, titrate the boiling-hot solution 
at once. Use a fast-running burette with a glass stopcock. Two or 
three minutes’ delay in titrating will not show a perceptible effect, 
but after five minutes, oxidation is apparent and increases rapidly. 
The end-point of the titration is indicated by a yellow tinge, which is 
produced by an excess of 1 drop of the ferric chloride solution. If the 
liquid in the flask turns dark greenish after the titration, the ferric 
chloride is contaminated with nitric acid. One cubic centimeter 
should equal about 2 per cent of tin, on the basis of 1 ao taken 
for assay. 

In the assays, the main portion of the titration must be done 
with the above ferric chloride solution, but it may be finished with a 
solution of half or quarter strength, in order to obtain a more exact 
ending. ~ 

Notes.—Any copper in the tin ore is found in the nitric acid solu- 
tion, though traces may remain with the SnO2. In the iron wire 
stage, the arsenic which escaped extraction with nitric acid and vola- 
tilization in the reduction tube, is partly evolved as AsH3 and partly 
precipitated with antimony in the metallic form. It comes down as a 
brown flocculent deposit, which contains 3 or 4 per cent of its weight 
in tin. As there is generally only 1 or 2 per cent at most, and usually 
under 0.5 per cent, of arsenic in a tin ore, the loss of tin from this cause 
is quite negligible, but as a check one should save the iron wire and 
precipitates and filter-papers, and examine them from time to time for 
tin. It will be found, as in the case of the deposit in the tube, and the 
dilute hydrochloric acid through which the escaping gas bubbles, that 
only the merest traces of tin are lost in these operations. Further, 
one may make the hydrochloric acid solution of the reduced metal 
in a conical flask with a rubber stopper and tube dipping under water, 
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to assure oneself that there is no appreciable loss by volatilization of 
SnCle. . 

If the ore contains tungsten it is mostly found as WOs3 in the 
residue from the hydrochloric acid and nitric acid extraction of the 
reduced metal, from which it may be removed, before~fusion, with 
ammonia. Any tungsten which gets into the main solution comes 
down as blue oxide with the iron wire precipitate, and any which is 
fused with sodium carbonate and borax should be removed by reduc- 
ing the hydrochloric acid extract of the melt with iron wire before 
precipitating with zinc. In general, all the antimony and some of the 
lead in the ore will be found in the main hydrochloric acid solution, 
while some of the lead will be obtained in the nitric acid extract. 

After the nitric acid evaporation the residue may be boiled with 
hydrochloric acid (about 5o cc.), diluted and filtered, though in this 
case the extract must be tried for tin as a matter of precaution. It 
will, in general, hold all the copper and most of the arsenic, antimony, 
lead and iron, though one can never be sure that the residue is free 
from the oxides of these metals. Occasionally this hydrochloric acid 
extract will hold a little tin. The residue is reduced in the usual 
manner. 

Except with impure ores, the reduction with iron wire may be 
omitted, as it is always an advantage to save a filtration when pos- 
sible, and as the small amount of antimony usually present is evolved 
as stibine during the zinc precipitation. In this case the aliquot part 
of the solution is at once precipitated with zine. The boiling hydro- 
chloric acid solution for titration with ferric chloride must, however, 
be free from black powder of Cu, Sb, etc., and from tungsten blue in 
suspension or solution. (Lower oxides of tungsten_in solution give 
a brownish pink or light claret colored solution.) During precipitation 
with zinc the solution should be freely acid to start with, and in the 
presence of Ti or Mo should be distinctly acid when poured off, as 
titanium and molybdenum interfere with.the ferric chloride titration, 
titanium sesquichloride reducing ferric chloride. 

When copper, or appreciable amounts of antimony, or arsenic, 
or bismuth are present, reduction from iron must precede zinc pre- 
cipitation. Instead of doing this with iron wire in a flask, use a 400-cc. 
beaker (tall shape), and one strip of sheet-iron about 4-in. in width, 
and of sufficient length to leave about 1 in. above the surface of the 
liquid. ‘This will be easy to wash. The assay must be filtered het, 
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and the paper thoroughly but rapidly washed with hot water strongly 
acid with hydrochloric acid. Under the assay conditions, the residue 
is free from tin. After zinc precipitation, care must be taken to insure 
that no floating particles of metal are poured off with the mother 
liquor, or left in the beaker after redissolving in hydrochloric acid. 
The mother liquor must always be tested with hydrogen sulphide. 
The assay for titration is brought to a boil as rapidly as possible, and 
should begin to boil before all the metal is in solution. The addition 
of a granule of zinc effects this. The zinc used in precipitation must 
be good thin sheet-zinc, free from tin. 


CHAPTER XXVII 
TITANIUM 


_ a. Gravimetric Determination: Gooch Method, Modified.*— 
This method is applicable to minerals and metallurgical products that 
are comparatively high in titanium. The method provides for the 
separation of titanium from iron, aluminum and phosphoric acid, with 
which it commonly occurs. The procedure, as proposed by F. A. 
Gooch and modified for non-aluminous rocks by Wm. M. Thornton, 
has been found by Scott to give reliable results. The details of the 
method, with a few slight changes found to be advantageous, are given 
below. Iron is separated from titanium by precipitation as a sul- 
phide in the presence of tartaric acid; the organic acid is destroyed 
by oxidation and the titanium precipitated from a boiling acetic acid 
solution. In the presence of alumina and phosphoric acid the impure 
precipitate is fused with sodium carbonate and the impurities leached 
out with boiling water. 

2. Procedure.—Ores High in Silica.—Treat 1 gram or more in a 
platinum dish with a mixture of 10-15 cc. of 50 per cent hydrofluoric 
acid and 3-4 cc. of strong sulphuric acid per gram of sample. 

Oxides.—Decompose by fusion with sodium or potassium acid 
sulphate. 

3. The decomposed mixture, however obtained, should not contain 
over 0.2 gram of titanium. ‘Take it up in ro per cent peg acid, 
keeping the volume as small as possible. 

Precipitation of the Iron.—Add tartaric acid equal to three times 
the weight of the oxides of titanium to be held in solution. The 
amount in any case should not exceed 1 gram, as the subsequent 
removal of larger quantities would be troublesome. 

Pass hydrogen sulphide into the solution to reduce the iron, then 
add ammonia to slight alkalinity, and again pass in hydrogen sulphide 
, to completely precipitate FeS. Filter, washing the ferrous sulphide 
*W. W. Scott’s “ Standard Methods of Chemical Analysis.” 
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with very dilute colorless ammonium sulphide. The titanium in the 
filtrate is entirely iron-free. 

Oxidation of the Tartaric Acid.—The tartaric acid must be removed, 
since titanium cannot be precipitated by any reagent in its presence. 
Transfer the filtrate to a 500-cc. Kjeldahl flask, add 15-20 cc. of strong 
sulphuric acid and boil until incipient charring occurs. Cool slightly, 
add about 10 cc. of fuming nitric acid, very cautiously, a few drops at a 
time, and when the first violent action has subsided heat the flask 
gradually (under a hood). A vigorous reaction will take place, accom- 
panied by much effervescence and foaming, with evolution of copious 
brown fumes. The organic matter will gradually disappear, the 
effervescence becoming steady and finally ceasing, and white fumes of 
SOs will appear. Cool the solution and pour the pale yellow syrup 
into 100 cc. of cold water. Wash out the flask, adding to the rest. 
Filter the solution if it is cloudy. [ 

Precipitation of the Titanium.—Add ammonia until the solution 
is nearly neutral. This point may be recognized by the production of a 
slight turbidity, which clears by vigorous stirring. If a trace of iron 
is suspected, add about 1 cc. of a 10 per cent solution of ammonium 
acid sulphite. Now add 5 cc. of glacial acetic acid, then 15 grams of 
ammonium acetate, and make up the volume of the solution to about 
350 cc. Heat rapidly to boiling and maintain in ebullition for about 
three minutes. The titanium will precipitate in a white flocculent 
and readily filterable condition. Filter off the precipitate, washing 
first with water containing acetic acid and finally with pure water. 
Ignite filter and precipitate, at first cautiously over a low flame, and 
then intensely for twenty minutes. Weigh the residue as TiOz. | 

In the presence of large amounts of alumina and phosphoric acid, 
fuse the residue with sodium carbonate in a platinum dish. Leach 
the melt, after cooling, by boiling with pure water. Alumina and 
phosphoric acid go into solution as soluble sodium salts, while titanium 
oxide remains insoluble in the residue. 

» Ignite the insoluble residue and weigh as TiOsz. 

4. Colorimetric Method for Iron Ores.*—Take 0.1 gram of the 
finely powdered mineral and mix it in a platinum crucible with o.2 
gram of sodium fluoride, also finely powdered. Add 3 grams of sodium 
pyrosulphate, without mixing. Fuse carefully, holding the burner 
in the hand. Heat gently till the effervescence ceases and copious 

* Method of W. A. Noyes, Jour. of Anal. and Appl. Chem., V, 39. 
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fumes of sulphuric acid are evolved. This takes only two or three 
minutes. When cold, dissolve the mass in the crucible in 15 to 20 cc. 
of cold water and filter the solution. ‘The filtrate and washings need 
not exceed 20 cc. If a residue remains, it can be treated again by the 
same method, after burning the filter, but the amount~of titanium 
found by a second fusion is usually very small. — 

_ To the solution add 1 cc. of hydrogen peroxide and a few cubic 
centimeters of dilute sulphuric acid, and compare the color (orange 
red to yellow) with that of solutions containing known amounts of 
titanium. Nessler tubes may be used for this purpose, and the solu- 
tions are all brought to the same volume, say 30 or 50 cc. Fora 
standard solution, dissolve titanic oxide in hot concentrated sulphuric 
acid and dilute the solution till 1 cc. contains 1 mg. of TiOz. In 
diluting it is best to use dilute sulphuric acid at first, to prevent the 
precipitation of titanic oxide.* 

The colors produced are more or less affected by the presence of 
iron, and it is therefore advisable to add to the comparison-tubes an 
amount of ferric sulphate corresponding approximately to that in the 
solution which is being tested. A solution of ferric ammonium alum 
answers well for this purpose, and all that is necessary is to match 
the color of the solution of the mineral before adding hydrogen 
peroxide to it. If this is done, titanium can be readily determined in 
the presence of very considerable amounts of iron. Thus, 0.02 mg. 
of titanic oxide can be detected in 30 cc. of water in the presence of o.1 
gram of ferric oxide in the form of sulphate. This would correspond 
to 0.02 per cent for o.1 gram of mineral. 

Determinations based on a comparison of tints are especially 
valuable for the estimation of small quantities of elements, and for 
most cases where titanium requires determination the above method is 
amply accurate. It works excellently with magnetite and other iron 
ores. ‘There appears to be no appreciable error caused by the volatili- 
zation of titanium as fluoride. | Tea 

5. Test for Titanium.—A qualitative test for titanium can be 
made in five minutes as follows: Mix a little of the powdered ore with 
sodium fluoride, add sodium pyrosulphate, and fuseas above. Cool 
by dipping the crucible in cold water. Add 2 or 3 cc. of dilute sul- 
phuric acid and 10 cc. of water. Dissolve by boiling. Divide the 
solution in two portions, and to one add a few drops of hydrogen 

*See 6. 
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peroxide. A comparison with the solution to which no hydrogen 
peroxide has been added will show at once whether titanium is present 
or not. | 

6. Preparation of Standard Solution of Titanic Oxide——I have 
found difficulty in preparing a standard solution of titanium by dis- 
solving titanic oxide in hot concentrated maa ts acid. The fol- 
lowing method is satisfactory: 

Ignite pure titanic acid until all water iat hydration is expelled. 
Weigh 0.5 gram into an 8-oz. flask, add 1o cc. of strong sulphuric acid 
and 5 grams of potassium sulphate. Heat over a free flame until the 
titanic acid is dissolved and the solution is clear. Cool, dilute with 
125 cc. of 1: 4 sulphuric acid, transfer to a 500-cc. measuring flask 
and make up to the mark with cold water. ‘When perfectly cool, 
again adjust to the mark and mix thoroughly. One cubic centimeter 
will contain 1 mg. of TiOz. A more accurate method of preparing this 
standard solution may be found in Bulletin No. 305 of the U. S. Geo- 
logical Survey, p. 111. 

7. Notes on Colorimetric Method.—The color produced by tita- 
nium is destroyed by hydrofluoric acid or fluorides. Vanadium pro- 
duces a very similar color, which, however, is not thus destroyed. 
Another method of distinguishing between the two elements in the 
qualitative test is as follows: Divide the solution in two test-tubes. 
Add to one 5 cc. of water and to the other 5 cc. of 3 per cent hydrogen 
peroxide solution. If titanium alone is present the peroxide tube will 
show a yellow or orange-yellow tinge when compared with the other. 
A distinctly reddish tinge indicates vanadium, with titanium also pos- 
sibly present. Add 1/20 N ferrous sulphate solution, 1 cc. at a time, 
shaking after each addition. The red color will gradually fade. If it 
fades to a yellow, titanium is present, otherwise it will fade out with- 
out changing to yellow. 


CHAPTER XXVIIT 
TUNGSTEN 


1. Method for Ores.—Weigh 0.5 gram of the very finely 
ground ore into an 8-oz. flask (“ copper-flask ”). Add 3 grams of 
anhydrous sodium sulphate and 5 cc. of strong sulphuric acid. Heat 
over a free flame, preferably with the flask in a holder, until the free 
acid is all expelled and the mixture reduced to a red-hot melt. Con- 
tinue the fusion until the decomposition is complete. By holding 
the flask at an angle, so that most of the heat is on the curve just 
above the bottom, the latter is prevented from bulging. ‘Give the 
flask a slight circular motion during the heating. Rotate it while 
cooling, so as to distribute the melt around the sides, and thus avoid 
cracking. ‘The decomposition is usually very quickly effected without 
any material injury to the flask. A Pyrex flask is to be preferred. 

2. When the melt is cool, add 20 cc. of hot water, 20 cc. of strong 
hydrochloric acid and 5 cc. of strong nitric acid. Boil until the bulk 
is reduced to about 10 cc. Add 25 cc. of hot water, and 3 cc. of cin- 
chonine solution, and cool under the tap, to room temperature or 
cooler. | 

The cinchonine ipa is made by dissolving 25 grams of cincho- 
nine in 200 cc. of 1 : r hydrochloric acid. 

3- Filter the cold mixture through a 9g-cm. filter, repaenine the first 
portion if at all cloudy. The flask may be washed out with cold water 
while the filter stil] contains liquid, if the washing is done quickly. It 
must be remembered, however, that cold water alone, with no cin- 
chonine present, will soon cause a cloudy filtrate. Wash filter and 
precipitate twice with dilute cinchonine solution (5 cc. of the above 
solution diluted to roo cc.) contained in a small wash-bottle. The 
flask may retain a little WOs adhering to the sides. 

4. Spread the filter carefully on a watch-glass and wash the pre- 
cipitate, through a funnel, back into the flask with hot water, using as 
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little as possible. Pour about 1 cc. of ammonia upon the filter in the 
watch-glass and set the whole on a water-bath to dry. 

Add 1 gram of sodium carbonate to the mixture in the flask and 
boil to small bulk while the filter is drying. Re-fold the dry filter in 
the original creases and replace in the funnel. Rub up any adhering 
residue on the watch-glass with a little water and wash through the 
filter into a clean flask like the first. Pour the concentrated liquid in 
the original flask through the filter and wash out the flask with hot 
water. Now pour a little ammonia into the washed flask, add about 
50 cc. of hot water, and use this solution to wash the filter at least ten 
times, with about 5 cc. each time. 

5. Boil the filtrate to small bulk. This will expel all the ammonia. 
Add 2 grams of anhydrous sodium sulphate and (cautiously) 5 cc. of 
strong sulphuric acid. Spattering may be avoided by first cooling 
under the tap. Boil the mixture in the flask in the original manner, as 
described in 1, unti] the free acid is expelled and any carbon from the 
cinchonine is burned off. Cool as before, add 20 cc. of strong hydro- 
chloric acid and 5 cc. of strong nitric acid, and boil down to about r0 cc. 

Add 25 cc. of hot water, and 3 cc. of cinchonine solution, and cool 
and filter as before, using an 11-cm. ashless filter. Before washing 
the filter, pour a little ammonia into the flask to dissolve adhering 
WOs, and boil the solution until all free ammonia is expelled. Now 
add a few drops of hydrochloric acid and about 1 cc. of the dilute cin- 
chonone solution, and cool under the tap. Pour the cold mixture into 
the filter and wash out the flask quickly with cold water. Wash 
filter and precipitate at least ten times with the cold dilute cinchonine 
solution. | : 

6. Transfer the washed filter and precipitate to a small weighed 
platinum dish and ignite until the carbon is burned off. Cool, add a 
few cubic centimeters of hydrofluoric acid and evaporate to dryness 
to remove any silica. Again ignite and then cool and weigh as WOs3. 
Multiply the centigrams by 2 to obtain the per cent. 

Note.—Quinine may be substituted for cinchonine, if desired. 

Tungsten in ores is usually reported as the oxide, WOs, instead 
of the element. Most of the methods described for its determination 
are very tedious, either in the original decomposition of the ore or in 
the subsequent operations. In the majority of cases the above method 
is both rapid and accurate. The decomposition of the ore may some- 
times be varied with advantage, by the addition of a little hydro- 
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fluoric acid (1 cc.), to attack silica, or a small piece of filter paper to 
act as a reducing agent, or both. These additions are usually quite 
unnecessary. : : ; 

7. Hydrofluoric Acid Method for Ores.—Treat 0.5 gram of the 
very finely powdered ore in a small platinum dish with equal parts of 
strong hydrochloric and hydrofluoric acids. Digest on a water-bath 
until solution is complete, adding more of each acid from time to time 
if necessary. It may require from one to several hours to effect com- 
plete decomposition of the ore. Usually a perfect solution may be 
obtained. Any tin oxide present will be unaffected. Finally, evap- 
orate to about 15 cc. with an excess of hydrochloric acid. A yellow 
precipitate of H2WO, may separate during the final evaporation, owing 
to the expulsion of the hydrofluoric acid that holds it in solution. 

8. Transfer the solution and any precipitate to an 8-oz. flask. If 
some of the precipitate adheres to the dish, remove as much as pos- 
sible with a rubber-tipped glass rod and rinSe into the flask with a very 
little hot water. If some still remains, pour a few cubic centimeters of 
strong ammonia over it, cover the dish and set it aside for the time 
being. 

To the mixture in the flask add 20 cc. of strong hydrochloric acid 
and 5 cc. of strong nitric acid. Boil down to about to cc. This will 
expel any remaining hydrofluoric acid and precipitate the tungsten as 
tungstic acid, H2WO;. Dilute with 50 cc. of hot water and allow to 
simmer at a gentle heat for about half an hour, or until the tungstic 
acid has settled clear. Filter, washing well with hot water. 

g. The tungstic acid on the filter is now to be dissolved with warm 
dilute ammonia and the filtrate evaporated to dryness in a weighed 
platinum dish. Use the same dish as before. If it already contains 
ammonia, added to dissolve adhering tungstic acid, see that the latter 
has all dissolved, warming if necessary, and then rinse the solution 
into a small beaker. Dry, ignite and weigh the dish and place it under 
the funnel. Warm the ammoniacal solution ‘in the beaker and pour 
it over the precipitate in the funnel. Continue to pour on more warm 
dilute ammonia, very slowly, so as to use as little as possible, until the 
precipitate is all dissolved, washing the filter with the same solution. 

Evaporate the filtrate in the platinum dish on a water-bath, to 
dryness, and then ignite the residue at a red heat. Cool and weigh as 
WO3. Multiply the weight in centigrams by 2 to obtain the per cent. 
If tungsten is desired, WO3 X0.793 =W. 
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The cold residue should be of a bright canary-yellow color. 

10. Watts’ Method for Ores.*—This is a very good method, but it 
has the disadvantage of requiring a long time for the decomposition 
of the ore. The ore must be in the finest possible state of division. 
The time spent in grinding will be more than made up for later. 
Laboratories using the method regularly, employ a large agate mortar 
with pestle specially fitted to run by power. ~ 

Usually 1 gram of the agate-ground sample is taken for analysis, 
whatever the grade, except in the case of extremely low-grade ores or 
tailings, when 2 grams are taken. 

The method of attack by acid depends somewhat on the grade 
of the ore; if not over 30 per cent it is treated directly by evaporating 
with about 40 cc. of aqua-regia; if much above this, and always in the 
case of concentrates, the assay is started with 4o to 50 cc. of hydro- 
chloric acid alone. In the latter case, when the solution has evaporated 
to say, 15 cc., about 25 cc. of aqua-regia are added and the evaporation 
again carried on until the solution has evaporated to 15 cc. The 
evaporation is conducted in a small covered beaker on a hot-plate. 

The beaker is now removed from the hot-plate, 50 cc. of hot water 
are added and the mixture is allowed to stand for twenty or thirty 
minutes. The nearly clear solution is now decanted through a filter, 
as much of the residue as possible being kept in the beaker. The 
residue is now washed twice by decantation; 50 cc. of hot water, con- 
taining a little hydrochloric acid, are used each time. 

To the residue in the beaker add about 15 cc. of ammonia solution 
(made by adding 4oo cc. of strong ammonia to 2000 cc. of water con- 
taining 20 cc. of strong hydrochloric acid). Warm slightly until all 
the liberated tungstic acid is in solution. Decant through the original 
filter, receiving the filtrate in a large porcelain crucible. (If the ore 
is low grade, platinum should always be used.) The residue is now 
examined for any undecomposed particles of mineral; if none are 
found, transfer the whole to the filter with the ammonia solution 
(used warm in a wash-bottle). The filter is then further washed 
with the same solution until free from tungstic acid. Five washings 
of 2 or 3 cc. each will suffice, if the stream is directed around the top 
of the filter. 

Should any undecomposed mineral be found after the first treat- 
ment with ammonia, as may sometimes be the case owing to the pro- 

* Communicated by Hugh F. Watts, Boulder, Colo. 
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tective action of the liberated tungstic acid, wash three times by decan- 
tation with ammonia solution and then, instead of transferring to the 
filter, again treat with aqua-regia, which should not be stinted in 
amount, even if the residue is small. Use at least 30 cc. and treat 
exactly as at first, except that smaller amounts of wash Solutions will 
suffice. The tungstic acid liberated by the second acid treatment is 
apparently somewhat more difficultly soluble in ammonia than the 
first obtained, but warming and stirring will finally cause it to dissolve. 
Add this solution to the main ammonia solution in the large porcelain 
crucible. 

Evaporate to dryness in the crucible, ignite gently to expel ammo- 
nia salts, and finally over the full flame of a eve Bunsen or Teclu 
burner. Cool and weigh as WOs. . 

If the ore is of low grade, the evaporation should be made in a 
platinum dish, and the residue, after ignition, moistened with hydro- 
fluoric acid and again ignited before weighing as WOs. 

11. Fusion Method for Wolframite.—Fuse 0.5 gram of the very 
finely ground ore with 2-3 grams of sodium potassium carbonate in a 
platinum crucible for from one-half to three-quarters of an hour. Dis- 
solve the fused mass in boiling water. The tungsten goes into solution 
as sodium or potassium tungstate, together with alkali silicate and 
also stannate, if tin be present. ‘The residue contains the iron, man- — 
ganese, calcium, and magnesium. Filter and wash with hot water. 
Rinse the residue into a beaker and warm with dilute hydrochloric 
acid. If gritty particles remain undissolved, filter them off through 
the filter last used and wash with hot water. Dry and ignite the 
residue and again fuse it with the mixed carbonates. Dissolve the 
fused mass as before, filter and unite the filtrate with the first 
filtrate. 

12. Having thus obtained an aqueous Rohihon of alkali tungstate, 
add to it an excess of nitric acid and evaporate to dryness on a water- 
bath. Again add a little nitric acid and evaporate to dryness a second 
and a third time. Finally heat the residue in a drying-oven at 120° C. 
for some time, then moisten with strong nitric acid and allow to stand — 
for fifteen or twenty minutes. Now add a hot 5 per cent solution of 
ammonium nitrate and filter the mixture, washing well with ammo- 
nium nitrate solution slightly acidified with nitric acid to remove all 
the sodium and potassium salts. Finally, wash once or twice more 
with a hot, very dilute ammonium nitrate solution and then dry the 
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filter and contents and transfer the latter as completely as possible to 
a weighed platinum crucible. Moisten the paper with a strong solu- 
tion of ammonium nitrate, dry it and incinerate over the crucible in a 
coil of platinum wire. Ignite the whole, now, with free access of air. 
If the tungstic acid is not pure yellow when cool, moisten with a few 
drops of nitric acid and repeat the ignition. 

13. The ignited tungstic acid may contain silica and stannic 
oxide. The former may be removed by warming with a few cubic 
centimeters of hydrofluoric acid, evaporating to dryness and igniting. 
The residue consists of pure tungstic acid, or tungstic acid and stannic 
oxide. The amount of the latter is usually so small as to be negligible. 
If desired, however, the tin may be volatilized as stannic chloride by 
ignition with ammonium chloride. The stannic chloride is decom- 
posed by the moisture of the air and stannic oxide may be deposited 
on the outside of the crucible. To prevent this, place the crucible in a 
larger one and keep the outer crucible covered until the ammonium 
chloride is completely expelled. Now heat the inner crucible with 
free access of air until its contents become pure yellow. Cool and 
weigh. Repeat the ignition with six or eight times as much ammonium 
chloride as there is precipitate until the weight of the residual WO3 
becomes constant. The tungstic acid becomes dark on igniting in the 
absence of air and assumes its true color and weight only on igniting 
with free access of air. | ) 

The weight of the WO3 multiplied by 0.793 gives that of the tung- 
sten. | 

14. Another method of precipitating the tungstic acid from the 
solution of alkali tungstate is that of Berzelius, as follows: Neutralize © 
the greater part of the alkali with nitric acid, being very careful, how- 
ever, to still leave the solution slightly alkaline. The amount of 
nitric acid to use is best ascertained by a blank test on the same 
amount of alkali carbonates as was taken for the fusion. Now add 
a solution of mercurous nitrate until it produces no further precipi- 
tation. If, on slowly adding the mercurous nitrate, the precipitate 
seems to be getting unduly large, indicating too great alkalinity, add 
nitric acid drop by drop until an added drop of mercurous nitrate 
produces no cloud. Heat to boiling, allow the precipitate to settle, 
then filter and wash with water containing mercurous nitrate. Dry 
the filter and contents and then ignite in a platinum crucible under a 
hood. Weigh as WOs. 
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The tungstic acid thus obtained almost always contains silica and 
possibly stannic oxide. It may be purified as described above (13). 

15. The Determination of Tungstic Acid in Low-grade Ores.* — 
Weigh 5 grams or more of the sample. Digest in a 4-inch porcelain 
dish with 20 cc. of a 25 per cent solution of sodium hydroxide (free 
from chloride) for thirty to forty-five minutes on a water-bath. Now 
dilute the mixture somewhat, add a little sodium peroxide to oxidize 
any decomposition products of sulphides, transfer to a 250-cc. measur- 
ing-flask and make up to the mark. After mixing, filter through a dry 
filter, reject a little of the first filtrate that runs through, and collect 
200 cc. of the remainder in a measuring-flask. Transfer this portion 
to a beaker, acidify with nitric acid and then make alkaline with 
ammonia. Heat to boiling, filter and wash. Acidify the filtrate 
slightly with dilute nitric acid, add mercurous nitrate solution (pre- 
pared as below) in excess, and then a few drops of dilute ammonia 
On warming and stirring, the precipitate settles readily. Filter, wash 
the precipitate with weak mercurous nitrate solution, and then ignite 
the precipitate and paper together in a weighed porcelain crucible. 
A platinum crucible may be used if the ore is free from arsenic. 
Weigh as WOs. 

For assays of ores and tailings, the sample may be reduced to a 
sufficient degree of fineness in a wedgwood mortar, but for concen- 
trates an agate mortar is necessary; fine powdering is essential. For 
decomposing charges containing not more than o.4 gram of tungstic 
acid, 20 cc. of a 25 per cent solution of sodium hydroxide will suffice. 
The decomposition is rapid; 0.4 gram of wolfram concentrates being 
decomposed in fifteen minutes to the extent of 98 per cent of the tung- 
sten content. As a rule, however, it is best to take from thirty to 
forty-five minutes for the decomposition. 

The mercurous nitrate solution may be conveniently prepared 
from mercury. Digest from 2 to 3 ozs. in a large beaker or flask for 
14 hours with 25 cc. of nitric acid (sp..gr. 2.4) and 75 cc. of water, 
on a hot plate which will keep the liquid nearly at the boiling-point. 
Allow to stand, hot, overnight. Dilute to about 400 cc., which will 
give a saturated solution with a minimum of free acid. 

The weighed WO3 may be tested for silica, if desired, by treatment. 
in platinum with hydrofluoric acid. The loss is usually very slight. 

In the presence of scheelite the method is not applicable, since this 
mineral is only partially attacked, under the conditions of the assay. 

* H. W. Hutchin and F. J. Tonks, Inst. Min. and Met. Bull., No. 56. 
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METHOD 1 is a modification of Method 2. It is considerably 
shorter than the latter and apparently quite as accurate. 

1. Gravimetric Method for Uranium in Ores.—Take 0.5 gram of 
the finely ground ore, or more, according to richness. Treat by heat-~ 
ing gently in an 8-oz. “‘ copper flask ” with nitric or hydrochloric acid, — 
or both, as the nature of the ore appears to require. Unless there is 
much galena or iron oxide, use nitric acid, taking ro cc. and adding also 
about 2 cc. of hydrofluoric acid. With much galena or iron oxide it is 
best to start with ro cc. or more of hydrochloric acid to get these con- 
stituents into solution. Whenever hydrochloric acid is used, boil 
almost to dryness to expel most of it before continuing. To this © 
residue add the nitric and hydrofluoric acids as above. In any case, 
boil very gently to effect complete decomposition and then, finally, to 
approximate dryness. Allow to cool, add 3 cc. of nitric acid and 50 cc. 
of hot water, and heat to dissolve everything soluble. 

Now make slightly alkaline with ammonia, then just acid with 
nitric acid, and again alkaline with a little solid ammonium carbonate, 
followed by about 5 cc. of strong ammonia and 3-4 grams more of | 
ammonium carbonate.! 

Boil for about a minute and then filter, having a wetted wad 
of absorbent cotton in the apex of the filter. Wash twice with hot 
water. Boil and concentrate the filtrate in a covered beaker during 
the next step. 

Dissolve the precipitate on the filter with a little hot dilute nitric 
acid, receiving the filtrate in the original flask. Again neutralize and 
precipitate as before, washing this second precipitate well with hot 
water. Add the filtrate to the first one and continue the concentra- 
tion to 150-200 cc. Now acidify with nitric acid, and then, in case of 
doubt, add about 1 cc. of hydrogen peroxide. A reddish-brown color 
indicates vanadium. 
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A. Vanadium Present.—Boil to expel any remaining CO2, make 
just alkaline with ammonia, then just acid with nitric acid, finally 
adding about 4 cc. of the latter in excess.. The appearance of the 
liquid is usually a sufficient indication of the neutralization points. 
Now add 1 gram of lead acetate crystals and then sufficient ammonium 
acetate solution (about 20 cc.) to neutralize the nitric acid and precip- 
itate the lead vanadate. Boil for about ten minutes, allow to settle 
somewhat and then filter through a double filter into a large beaker, 
returning the first portions if not perfectly clear. Wash well with hot 
water? If the filtrate is bulky, boil down to perhaps 200-250 cc. 
Now add ammonia in marked excess and boil for about a minute to 
expel any COs. Filter hot, paying no attention to a turbid filtrate 
unless it is yellowish. (In such a case, wash the precipitate once with 
hot water, then acidify the filtrate with nitric acid and again precip- 
itate with ammonia as before and pour through the first precipitate.) 
No washing required? 

Place the last beaker under the funnel and fill the latter with a 
strong hot solution of ammonium carbonate to which some free 
ammonia has been added. Usually one filling is sufficient to dissolve 
all the uranium and leave a white residue of lead carbonate, perhaps 
slightly discolored by a trace of iron. Wash with hot water, using a 
little more of the ammonium carbonate solution, if apparently neces- 
sary. Add to the filtrate sufficient strong hydrogen sulphide water 
(ordinarily, 25 cc.) to precipitate all the remaining lead, or pass the 
gas for a short time. This also removes traces of iron. Heat to 
boiling, then allow to stand and settle. Filter, washing with hydro- 
gen sulphide water containing a little ammonium carbonate. Boil 
to expel the hydrogen sulphide, then acidify with nitric acid and boil 
off all COz. Continue according to C. 

B. Vanadium Absent.—Boil the nitric acid solution sufficiently to 
expel all COe, then add ammonia in marked excess and boil a little 
longer to expel any COs in the ammonia. \ Filter the hot mixture, 
returning the first portions if not perfectly clear. No washing 
required. Dissolve the uranium on the filter with hot ammonium 
carbonate solution, as described in the last paragraph, and continue 
from this point as in the same situation above. Do not omit the 
hydrogen sulphide treatment, for, even in the absence of lead, there 
will usually be traces of iron to remove. Continue according 


to C. 
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C. Add ammonia in marked excess, boil well for about a minute 
and then filter through an ashless filter, returning the first portions if 
not clear. No washing required. Ignite filter and precipitate thor- 
oughly in a porcelain crucible and weigh, after cooling, as Us3Os. 
Impurities are usually present. 

Dissolve the residue in the crucible by warming with a little 
nitric acid. Dilute a little and test for vanadium with hydrogen 
peroxide. A slight brownish tinge may be neglected. Rinse the 
solution into a small beaker, add solid ammonium carbonate in excess, 
boil a minute or two and then filter through a small filter, washing 
with hot water. The residue on the filter may consist of alumina, iron 
oxide and other insoluble matter. Ignite filter and residue in the 
original crucible, weigh and deduct the weight from that of the impure 
U3QOs previously found 

Ammonium Acetate Solution.—Eighty cubic centimeters of strong 
ammonia, too cc. of water and 70 cc. of gg per cent glacial acetic acid. 

Note-——A yellow filtrate from the ammonium uranate indicates 
incomplete precipitation. ‘This may be due to a deficiency in ammo- 
nium nitrate, as ammonium uranate is perceptibly soluble in pure 
water. Acidify the filtrate with nitric acid and re-precipitate with 
ammonia, filtering through the main precipitate; or, better, dissolve 
the precipitate on the filter with hot dilute nitric acid, so that the 
mixed filtrates will be markedly acid, and repeat the precipitation 
with ammonia, ‘The filtrate should be colorless, 


1 The idea is to get the solution just faintly acid and then make alkaline with 
ammonium carbonate instead of ammonia. Ammonia would cause a precipitation 
of ammonium uranate at the same time that the ferric hydroxide came down. 
This would result in a large occlusion of ammonium uranate and a very incom- 
plete re-solution by the ammonium carbonate subsequently added. If the final 
alkalinity is produced by ammonium carbonate instead of ammonia, the occlusion 
of the uranium is much less, and a repetition of the precipitation frees practically 
all the remaining uranium. 

2 The vanadium should now be all removed and on the filter; but the pre- 
cipitated lead vanadate is very fine and a little is liable to run through at the outset. 
Be sure that the filtrate is perfectly clear. 

’’The uranium is now on the filter as ammonium uranate. It may be mixed 
with more or less ferric and lead hydroxides, silica and alumina. These impurities 
could not all be washed out, and, as they will be mostly removed subsequently, 
washing is superfluous. A white turbid filtrate would be simply due to lead in the 
form of hydroxide or carbonate (getting CO, from the air on exposure). 
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4 Most of the lead hydroxide that remained with the ammonium uranate remains 
on the filter as carbonate, while a little lead and all the uranium goes into the filtrate. 
This small amount of lead is easily removed by HS. 


~ 


2. Gravimetric Method 2 for Uranium in Ores.—Treat 1 gram of 
the ore (or more if very low grade) in an 8-oz. flask with to cc. of 
strong hydrochloric acid and 5 cc. of strong nitric acid. Allow to 
simmer gently over a low heat until solution is as complete as possible, 
and then boil to dryness. This may be done by manipulating the 
flask in a holder over a free flame. Add 3 cc. of hydrochloric acid and 
5 cc. of water to the residue, warm for a short time, occasionally agi- 
tating, then dilute with 25 cc. of hot water and filter, washing with 
warm water. Receive the filtrate in a small beaker. 

3- Pass hydrogen sulphide into the liquid to separate copper, lead 
and other metals of this group, filter, wash with hydrogen sulphide 
water, and boil the filtrate to expel the hydrogen sulphide. Concen- 
trate to 100 cc. if necessary, oxidize with hydrogen peroxide (usually 
to cc.), and then neutralize with dry sodium carbonate, adding 2 or 
3 grams in excess. Boil the liquid for about fifteen minutes, or until 
the yellowish uranium precipitate dissolves, leaving a brown precip- 
itate which is largely iron. Filter and wash the iron precipitate once 
or twice with hot water, and reserve the filtrate. Dissolve the iron 
precipitate in the least possible amount of nitric acid (1 : 1), dilute 
somewhat if necessary, add 10 cc. of hydrogen peroxide and repeat 
the precipitation with "sodium carbonate precisely as before. Filter 
into the beaker containing the first filtrate. Wash well with hot water. 

4. Evaporate the united filtrates from the iron precipitation to a 
volume of about 200 cc., add to cc. of strong nitric acid and boil until 
all COz is expelled. Neutralize the free acid with ammonia (until a 
slight permanent precipitate appears), then add 4 cc. of nitric acid for 
each too cc. of liquid. Now add 10 cc. of a\20 per cent lead acetate 
solution, and enough of a strong solution ‘of ammonium acetate to 
neutralize the nitric acid present and substitute acetic acid for it. 
The object is to precipitate the vanadium as lead vanadate in an 
acetic acid solution. The ammonium acetate solution may be made 
by mixing 80 cc. of strong ammonia, 100 cc. of water, and 70 cc. of 
acetic acid gg per cent pure. 

5. Heat the liquid containing the lead vanadate precipitate on 
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the steam-bath for one hour or more, filter on a close filter and wash 
with warm water. Dissolve the precipitate in the least possible quan- 
tity of hot dilute nitric acid, neutralize as before, add 3 cc. of nitric 
acid in excess, then 2 cc. of lead acetate solution and repeat the 
precipitation of lead vanadate by adding ammonium acetate in 
excess. Filter and add the filtrate to the one from the first precipi- 
tation of lead vanadate. Evaporate the united filtrates from the lead 
vanadate to about 4oo cc. Add 1o cc. of strong sulphuric acid to 
separate the bulk of the lead (derived from the excess of lead acetate) 
as PbSOs, and filter, washing the precipitate with cold water. Neu- 
tralize the filtrate from the PbSOs with ammonia and add freshly 
prepared (NH:)HS until the solution is yellow and the uranium and 
what little lead is present are precipitated as sulphides. Warm the 
mixture gently until the sulphides settle well. Filter and wash slightly 
with warm water. 

6. Dissolve the precipitate in'a No. 2 beaker with hot dilute 
(1 : 2) nitric acid, add 5 cc. of strong sulphuric acid and evaporate’ 
until the latter is fuming. Cool, take up with water, boil, let the 
small precipitate of PbSOs settle until the liquid is cold, and then 
filter it off, washing with very dilute sulphuric acid (1 : 20). 

7. Separation of Alumina.—Nearly neutralize the filtrate with 
ammonia. Have the solution cold (not warmer than 30° C.), and 
add powdered ammonium carbonate in about 2 grams excess. This 
will precipitate the aluminum and hold the uranium in solution. Let 
the precipitate settle, filter, and wash it with warm water. If the 
precipitate is bulky, or is at all yellow, dissolve it in a little dilute 
sulphuric acid and reprecipitate with ammonium carbonate as before. 

8. Acidify the filtrate, or combined filtrates, from the alumina 
with sulphuric acid and boil to thoroughly expel COz. Make the 
liquid slightly alkaline with ammonia while it is hot, and heat gently 
until the ammonium uranate collects and settles. Filter and wash 
with a very dilute solution (2 per cent) of ammonium nitrate. Do 
not allow the precipitate to run dry on the filter after the first washing. 
Dry the precipitate, ignite it in a porcelain crucible and weigh as 
U30s. Dissolve the ignited residue in a little nitric acid and test it 
with H2Oz2 for vanadium. Only a faint brownish tint should appear, 
at most. Rinse the solution into a small beaker and test for alumina 
with ammonium carbonate. Should an appreciable amount be found 
it may be filtered off, ignited, weighed and deducted. 
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9. Volumetric Method for Uranium.—Treat 1 gram of the ore 
(or more if very low grade) in an 8-oz. flask with 10 cc. of strong 
hydrochloric acid and 5 cc. of strong nitric acid. Allow to simmer 
gently over a low heat until solution is as complete as possible, and 
then boil to dryness. This may be done by manipulating the flask in a 
holder over a free flame. Add 3 cc. of hydrochloric acid and 5 cc. 
of water to the residue and warm gently until solution is as complete 
as before. Now add 35 cc. water and pass in hydrogen sulphide to 
precipitate the members of that group. Filter, washing with hydrogen 
sulphide water ‘at least seven times, receiving the filtrate in a fairly 
large beaker. Placing a boiling-rod (p. 8) in the liquid, cover the 
beaker and boil off the hydrogen sulphide. Remove from the heat 
and add to cc. of H2O2. Now add dry sodium carbonate in small . 
portions until the free acid is neutralized and then about 2 grams in 
excess. Boil the mixture until all CO2 is expelled and the precipitate, 
on standing, settles well. At this point add about 2 cc. more H2QOz. 
Filter, washing once or twice with hot water, and reserve the filtrate, 
which may be allowed to boil and concentrate while waiting for the 
next step. Rinse the bulk of the precipitate from the filter back into 
the beaker, then place the latter under the funnel and dissolve what 
precipitate remains on the filter with dilute (1 : 1) nitric acid, using as 
little as possible... Now wash the filter well with hot water, allowing 
all to run into the beaker containing the precipitate. Warm the mix- 
ture until the precipitate dissolves, adding more acid if necessary, 
then add H2Oz2 and precipitate with sodium carbonate precisely as 
before. Filter and wash the precipitate well with hot water. Add 
the filtrate to the first one, which has been concentrating, and boil the 
whole to a bulk of about 100 cc. Now remove from the heat (simply 
to prevent frothing over) and cautiously add 10 cc. of strong nitric 
acid, and then boil again until all the COz is expelled. The solution 
must be clear and boiling hot for the next step. | 

10. Separation of Vanadium.—Place ‘in a' large beaker about 15 
grams of ammonium acetate, 5 grams of microcosmic salt, 50 to 75 cc. 
of water, 5 cc. of glacial acetic acid. Place a boiling-rod in the mix- 
ture and heat to rapid boiling. Have arranged over the beaker a ~ 
funnel with the lower end drawn out so as to deliver only a fine stream. 
Pour the hot uranium solution through this into the boiling phosphate . 
solution. Allow to boil a few minutes after all has run through. 
Now remove the beaker from the heat, cover it and allow to stand until 
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the precipitate has settled well and then filter. Time will be saved by 
pouring as much as possible of the clear liquid through the filter 
before disturbing the precipitate. Wash the precipitate only once, 
using hot water. Now rinse it back into the beaker, place the latter 
under the funnel and dissolve what remains on the filter with a little 
hot, dilute nitric acid. Six cubic centimeters of 1 : 1 acid are usually 
sufficient. Wash the filter well with hot water, receiving all in the 
beaker containing the precipitate. Warm the mixture until the pre- 
cipitate dissolves and dilute to about 75 cc., if necessary. Heat to 
boiling and repeat the phosphate precipitation precisely as before. 
The two operations will remove practically all the vanadium and leave 
the uranium and aluminum as phosphates. Filter as before and wash 
four or five times with hot water containing a little ammonium sul- 
phate. This is tedious if there is much aluminum present. Time 
is saved by stirring the precipitate in the apex of the filter with the 
jet each time. Use the same filter as before. 

11. Make a mixture, in a small beaker, of 5 cc. of strong sulphuric 
acid and 15 cc. of water, and heat nearly to boiling. Place an 8-oz. 
flask under the funnel and pour the hot acid mixture slowly over the 
precipitate on the filter. With care, it may thus be all dissolved, 
although the hot acid may be poured through again if necessary. 
Wash the filter well with hot water, but do not unduly increase the 
volume of liquid in the flask. This should not be allowed to much 
exceed 50 to 75 cc. Heat nearly to boiling and run in permanganate 
to a permanent deep pink color, to oxidize any organic matter present. 
Now add to grams of 20-mesh C. P. zinc and allow to stand until the 
action has become very slow, then add 25 cc. more water and 10 cc. 
more sulphuric acid. When the zinc has nearly all dissolved, filter 
the solution through a fresh filter, washing the latter and residue well 
with cold water. Receive the filtrate in a 16-oz. flask. Dilute with 
cold water, if necessary, until the flask is about half full. 

12. Cool the solution to room temperature and titrate with 
the ordinary permanganate solution used for iron (p. 104) until 
a single drop produces a pink color that lasts several seconds. The 
end-point is very sharp, although the color may soon fade, owing, 
possibly to traces of vanadium. Note the burette-reading and deduct 
the correction required for the iron in the 1o grams of zinc used, this 
having been determined by a blank test. As a rule, no further cor- 
rection is required, as any trace of vanadium present appears to be 
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acted on so slowly in the cold as not to seriously interfere with obtain- 
ing a sharp end-point. As a precaution, however, add 1 gram of 
sodium sulphite and boil the solution in the flask until all smell of SO 
has gone, and then seven or eight minutes more. Add cold water to 
restore the original volume, cool to room temperature and titrate as 
before. Run the above zinc blank in the same way and find the cor- 
rection required for the combined iron and impurities in the sulphite. 
After deducting this from the last reading, the remainder, if any, may 
be credited to vanadium and deducted as a further correction from the 
uranium reading. 

13. 55.84 Fe=140.43 U3O0g, or 1 Fe=2.515 UsOs. If the per- 
centage value of 1 cc. of the permanganate for iron, based on 0.5 
gram of ore taken, is given, this, multiplied by 1.257, will give the per- 
centage value of 1 cc. for U3Og, when 1 gram of uranium ore is taken. 

14. Method for Vanadium.* Treat 1 gram of the finely divided ore 
in a platinum dish with about 3 cc. of strong sulphuric acid and 20 cc. 
of hydrofluoric acid. Evaporate to fumes of sulphuric acid and then 
expel the latter by heating over a naked flame. Now add about 2 
grams of sodium carbonate, and fuse. Extract the melt with hot water 
and filter, washing with hot water. Acidify the filtrate with sulphuric 
acid, heat nearly to boiling and pass in hydrogen sulphide gas to sat- 
uration. Arsenic and molybdenum are precipitated, if present, and 
V20s5 is reduced to V2O.4. Filter, washing with hydrogen sulphide 
water. Boil the filtrate until the hydrogen sulphide is completely 
expelled and then titrate the hot solution with*a standard solution of 
potassium permanganate fo the usual pink tinge (Iron, 8). Then 
again reduce by passing in sulphur dioxide gas, boil off the excess and 
repeat the titration. The latter result is apt to be a-little lower than 
the former, and is to be taken as the correct one. The iron factor of 
the permanganate multiplied by 0.9135 will give the vanadium factor; 
care must be taken to use the absolute iron factor and not the per- 
centage factor based on 0.5 gram of ote ‘being taken for analysis. 
Uranium does not interfere with this method, which is an excellent 
one where a single determination has to be made. 

15. The direct use of a solution of sulphur dioxide, or an alkali 
sulphite for reducing the vanadium is inadmissible unless these have 
been freshly prepared, or a blank is run, since they are liable to con- 


* Adapted from Hillebrand and Ransome, Am. Jour. Sci., x, also Hillebrand, Bulletin 
176, U. S. Geological Survey. 
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tain other oxidizable substances than SOz2 or a sulphite. The SOc 
is best obtained as wanted by heating a flask containing a solution of 
SO, or a sulphite to which sulphuric acid has been added. 

16. In case the volume of permanganate used is so small as to 
make the presence of vanadium doubtful, it is necessary to apply 
a qualitative test, which is best made as follows: The solution is 
evaporated and heated to expel the excess of sulphuric acid, the residue 
is taken up with 2 or 3 cc. of water and a few drops of dilute nitric 
acid and a couple of drops of H2O2 are added. A characteristic 
brownish tint indicates vanadium. Unless the greater part of the free 
sulphuric acid has been removed the appearance of the color is some- 
times not immediate and pronounced, hence the necessity for the 
above precaution. It is also necessary that the nitric acid shall be in 
considerable excess, since in neutral or only faintly acid solution the 
color does not appear strongly. 

For determining very small amounts of vanadium in rock analysis 
the titrated liquid should be from 25 to too cc. in bulk and the per- 
manganate solution very dilute, 1 cc. =about o.cor gram V20s5. The 
temperature for titration should be from 70°-80° C, 


1 When ferrous iron is oxidized to ferric, the change may be expressed as follows: 
2FeO0+0=Fe.0;. Thus, every 2Fe=O. In the case of vanadium, V2.0.+O= 
V20;. Ve, then, =O. This makes Fe,=Vs, or, Fe=V. The relations by weight 
are in accordance with the atomic weights; 55.84 Fe=51 V, or, 1 Fe=o.9135 V. 


17. Volumetric Method for Carnotite.*—This mineral contains 
uranium and vanadium as potassium uranyl vanadate. 3 

Dissolve a sample of the ore that does not contain more than 
0.25 gram of U3QOs in sulphuric acid (1 : 5) and evaporate to fumes 
of the acid. Cool, dilute, add an excess of sodium carbonate and 
boil until the precipitate settles well. Filter and wash with hot 
water. Dissolve the precipitate in the smallest possible amount 
of sulphuric acid (1 : 5), dilute, add an excess of sodium carbonate, 
boil, filter and wash. Acidify the combined filtrates and wash- 
waters with sulphuric acid. Add ammonium phosphate (0.5 gram is 
usually sufficient), heat to boiling and make alkaline with ammonia; 
boil for a few minutes, filter and wash with hot water containing a 

* A, N. Finn, Jour. Am. Chem. Soc., xxvIn, 1443. 
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little ammonium sulphate, which prevents the finely divided Dae 
of the precipitate from passing through the filter. 

18. The filtrate now contains the vanadium, and the Seite: 
the uranium. Acidify the filtrate with sulphuric acid, pass sulphur 
dioxide into it until it becomes blue, boil to expel the excess of sulphur 
dioxide and titrate while hot with standard potassium solution. The 
iron factor of the permanganate multiplied by 1.63 will give the V20s 
factor, or, by 0.9135, the V factor.! 

19. Dissolve the ammonium uranyl phosphate in dilute sulphuric 
acid, add some granulated zinc and let the action continue vigorously 
for at least thirty minutes. Remove the undissolved zinc by filtering 
through asbestos, using a suction pump. (These are Finn’s direc- 
tions; I would suggest a plug of absorbent cotton placed in the 
neck of a loop funnel, which will give sufficient suction, instead of the 
asbestos and suction pump.) Titrate the filtrate at about 60° C. 
with permanganate (twentieth-normal).* 

The iron factor of the permanganate solution multiplied by 2.516 
will give the U3Osg factor, or, by 2.133 the U factor? 

Note.—The above method is given practically according to Finn’s 
description. I would suggest that a source of error lies in the separa- 
tion of the vanadium, which I have never found to be complete with a 
single precipitation of uranium as phosphate. It would be well, also, 
to run blanks with the permanganate and make the necessary deduc- 
tions. 

1 ce note following 16 regarding the factor 0.9135. V2: V20;=0.9135 : x, or, 

> 182 =0,9135 > 4%. #=1.63. 

2 TUG, +O=UO;; this gives U=O. 2FeO0+O0=Fe.0;; this gives 2Fe =O, and 


2Fe=U, or 111.68 Fe=238.2 U. This gives 1 Fe=2.133 U. Similarly, 3Fe= 
U;0s, or, 332.04 Fe=842.6 U;Os. This gives 1 Fe = 2.516 UzOs. 


20. Method for Vanadium in Ores. {" 

Special solutions required: © 

A very dilute solution of potassium ferricyanide; about 50 mg. 
dissolved in 100 cc. of water. | 

A 20 per cent solution of ferrous sulphate or ferrous ammonium 
sulphate. 


*T would advise making a blank test and deducting the permanganate required. 
} This is the method I ordinarily employ. 
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Procedure.—Weigh 0.5 gram (or 1 gram if of very low grade) of 
the finely ground ore into an 8-oz. flask. Add 5 grams of anhydrous 
sodium sulphate, 5-6 cc. of strong sulphuric acid and about as much 
hydrofluoric acid as can be held in an ordinary platinum crucible cover. 
- (The hydrofluoric acid is advisable, although not always necessary.) 
Heat over a strong free flame, with the flask in a holder, nearly to a 
melt. Allow to cool while distributing the mass around the sides of the 
flask. This prevents the solidifying cake from cracking the flask and 
also facilitates subsequent solution. It is best, but not necessary, to 
use a Pyrex flask. 

The above treatment will usually effect complete decomposition; 
but if it fails, try the addition of one-eighth of a 9-cm. filter paper at 
the outset. The organic matter must, of course, be entirely burned 
off. 

21. When the flask is sufficiently cool, add 50 cc. of cold water and 
ro cc. of strong sulphuric acid, and boil to dissolve everything soluble. 
Now, add 5 cc. of syrupy phosphoric acid, and then, from a burette, 
run potassium permanganate solution into the hot liquid until a 
decided red color is obtained that persists after boiling again. Use the 
same permanganage as will be employed in the subsequent titration. 

Transfer the hot solution from the flask to a 4oo-cc. beaker and 
dilute to about 200 cc. with hot water. 

22. Have ready a spot plate and place a drop of the ferricyanide 
solution in each of the depressions. 

Using a small pipette, add the ferrous solution in small portions 
at a time, very cautiously, finally drop by drop, to the hot liquid in 
the beaker, testing after each addition, until a drop of the vanadium. 
solution, taken up on a glass rod and allowed to fall on a ferricyanide 
test, produces a blue color. 

The ferrous solution first decolorizes the permanganate, then 
reduces the V205 to V2Ou, and when finally in slight excess, it shows a 
blue color with the ferricyanide. Try to avoid an unnecessary excess 
of the ferrous solution. The excess of ferrous salt must now be oxidized 
to ferric. Run the regular permanganate solution in from the burette 
until the ferricyanide test fails to develop a blue tinge after standing 
about half a minute. This should be done as carefully as in a regular 
titration, as faint tinges of color develop slowly and should be waited 
for. Toward the last the permanganate should be added a drop at a 
time, | 
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the permanganate, even though the test soon becomes blue. The 
point is a delicate one but not difficult to attain, and is very impor- 
tant.! 

23. Titrate the still hot liquid with Rear potassium perman- 
ganate solution until a very faint pink tinge is obtained*that persists . 
for at least a minute, when it may change to brownish. 

With a permanganate solution containing 1.737 grams per liter, 
I cc. =1 per cent V2Os on the half-gram basis? This is a convenient 
strength for ordinary cases. Standardize it against about 0.125 gram 
of sodium oxalate (Sorensen’s salt). The percentage value of 1 cc. in 
sodium oxalate multiplied by 0.7612 will give the percentage value in 
V, or, multiplied by 1.358 will give the percentage value in V2Os. 
(0.125 gram=25 per cent on the half-gram basis.)? The perman- 
ganate ordinarily used for iron is rather strong for accurate work; its 
Fe value multiplied by 1.63 will give the V2O5 value.*. The percentage 
of V2Os is ordinarily required. 


1The reducing action of a ferrous solution on V.0; appears to be sufficiently 
reversible to cause a blue tinge to show, in a short time, in a test that was at first . 
colorless. The V,O. that has been formed becomes slightly oxidized again to 
V.0;, reducing a corresponding amount of the ferric salt to ferrous. This occurs 
in a test that was at first just colorless, soon causing it to show a blue tinge. This 
slight reversing action which is simultaneously occurring in the main solution has 
no effect on the titration, the oxidation of the V.O. being just balanced by the fer- 
rous iron produced. ; 

22 KMnQ,, or, Kz0.Mn,.O7, has 5 oxygen atoms available for oxidation in this 
reaction, the MnO; being reduced to Mn.O2. 2 KMnOu, then, may be considered 
to =O;. The oxidation of the vanadium is in accordance with V.0.+O=V.Os. 
This gives V0; =O. Then, 2 KMnO.=O;=5 V2Os, or 316.06 parts by weight of 
KMn0O,=o10 parts of V.O;. One per cent of 0.5 gram is 0.005 gram. The 
amount of KMnO, corresponding to this weight of V.O; is found by the proportion 
316.06 : gIO=% 20.005. x=0.001737. This is the amount of KMnO,, in grams 
required to be in 1 cc. to equal 1 per cent of V.O;. This gives 1.737 grams per liter. 

3 One molecule of sodium oxalate, C,.0.Naz, requires 1 atom of oxygen for its 
oxidation in the titration. V2.0, also requires 1 oxygen atom; consequently, 
C,0.Na, = V20, or VO; or Vz. That is, 134.01 parts by weight of sodium oxalate 
= 182 parts by V.O; or 102 partsof V. This gives 1 part of sodium oxalate =1.358 
parts of V.O; or 0.7612 part of V. 

42FeO+O=Fe.0;, therefore, 2Fe=O. V20,+0O=V.0;, therefore V:0.4= 
O=V.0;. This gives 2Fe=V.Os, or, 111.68 parts by weight of Fe=182 parla of 
V.O;, that is, 1 part of Fe=1.63 parts of V2Os. 
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24. Vanadium by Hydrochloric Acid Method of Reduction.*— 
Weigh 1-5 grams of the finely ground ore into a 16-0z. flask. Add 
30 cc. of r : 1 sulphuric acid and boil to fumes. The insoluble gangue 
is liable to make the mixture bump badly. Use a boiling rod, agitate 
the flask frequently, and, if necessary, run down by hand. Maintain 
at fuming point for ten minutes. Allow to cool and then dilute to 
about 75 cc. If the bumping was bad, filter at this point and then 
return liquid to flask. Heat somewhat, and add sufficient powdered 
potassium permanganate to produce a strong pink color that persists 
on boiling. This destroys any organic matter. 

25. Cool slightly and add 50 cc. of strong hydrochloric acid. Boil 
gently, nearly to fumes. About 15 cc. of strong sulphuric acid should 
still be present to keep all salts in solution. Again cool sufficiently and 
add 25 cc. more of hydrochloric acid. Boil nearly to fumes once more 
and note the color, which, in the absence of much iron, should be pure 
blue. If greenish (unless much iron is present), repeat the boiling 
with more hydrochloric acid until blue. Organic matter, unless pre- 
viously destroyed, would make trouble here. 

26. Finally, continue the boiling to strong fumes. Fume about a 
minute and then allow to cool completely. Dilute to about 200 cc. 
with cold water, heat nearly to boiling and titrate to the usual pink 
tinge with standard potassium permanganate solution. 

The calculation is the same as described in 23; note, however, 
that the percentage factor for iron, with permanganate standardized 
on the 0.5 gram basis, should not be used, unless in this case 0.5 gram 
was also taken for analysis. Calculate from the absolute factor for 
iron. . | | 

Note.—The crux of this method is, of course, the reduction of V2O, 
to V2O. by boiling with hydrochloric acid. This appears to depend 
upon the reaction 


V205+2HCl @ V204+H20+2Cl. 


The free chlorine naturally makes the reaction easily reversible. 
Some of the chlorine reacts to oxidize the V2O4 again and some is lost 
by volatilization. Owing to this loss of chlorine, the amount of reduc- 
tion gradually increases by the continued action of more hydrochloric 
acid until it is practically complete. This is why so much hydrochloric 
acid and such long boiling are required. 

* Ledoux & Co. 


CHAPTER XXX 
ZINC 


1. The following method, developed by the writer, for the technical 
estimation of zinc in ores, etc., is of general but not of universal appli- 
cation. Ordinarily, however, almost the only source of trouble likely 
to be encountered is the preliminary decomposition of the ore. The 
method as described is applicable to the usual run of mixed sulphide 
ores and many oxidized ores. When the decomposition fails or is 
doubtful, the operator must note the fact and apply the proper rem- 
edy. Some observations on this and related matters are given below. 

2. Author’s Method.—Prepare a solution of potassium ferro- 
cyanide containing 21.54 grams of the crystallized salt to the liter.! 
Standardize this solution as follows: Weigh carefully about 0.2 gram 
of pure zinc into an 8-oz. flask and add 10 cc. of strong hydrochloric 
acid (sp. gr. 1.20). When the zinc has dissolved, dilute with about 
25 cc. of water, add a few drops of litmus solution as an indicator, and 
make slightly alkaline with ammonia. Again acidify slightly with 
hydrochloric acid and then add 3 cc. of the strong acid in excess. 
Dilute now to about 300 cc. with hot water and heat nearly to boiling. 
Titrate with the ferrocyanide solution as follows: Pour about two- 
thirds of the zinc solution from the flask into a 4oo-cc. beaker. Run 
the ferrocyanide solution from the burette into this portion, a few 
cubic centimeters at a time, until a drop, when removed and tested 
on a porcelain plate with a drop of a 15 per cent solution of uranium 
nitrate, shows a brown tinge. Now add more of the zinc solution from 
the flask and continue the titration more cautiously until the end-point 
is again passed. Proceed thus, adding more of the reserved portion in 
such amounts as may appear advisable, passing the end-point each 
time with greater caution. Finally, add the last of the reserved por- 
tion, and then, to save rinsing out the flask, pour a large part of the 
solution back into it again and then empty it once more into the 
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beaker. From this point finish the titration very carefully, ordinarily 
by testing after each addition of two drops. The reaction is sharper 
if, instead of a single drop of the zinc solution, a quantity equivalent 
to several drops be taken for the test. If this is done only near the end 
of the titration the amount of zinc lost thereby will be insignificant. 
A convenient way of making the test is to use a small pipette and 
place one or two drops of the uranium solution in each depression of 
the test-plate at the outset. By using a glass tube instead of a rod 
for a stirrer, any desired quantity of the solution can be quickly re- 
moved for a test. When the final brown tinge is obtained, note 
the reading of the burette, and then wait a minute or two and ob- 
serve if one or more of the preceding tests do not also develop a color. 
The end-point is always passed by a test or two and the burette 
reading must be corrected accordingly. Deduct for as many tests as 
show a color and for 1 drop additional, since 2 drops are required 
to show a test when no zinc is present. One cubic centimeter 
of the standard solution will equal about 0.005 gram of zinc, or 
in the case of ores, about 1 per cent. wheno.5 gram is taken for 
assay. 

3. Regular Method for Ores.—A modification of the method of 
decomposition described below is sometimes necessary. Some ores 
require a more or less prolonged treatment with hydrochloric acid, 
to insure complete decomposition of’ oxides, before adding nitric acid. 
Ores that gelatinize should be mixed with a little water before any 
acid is added, and then the acid should be added while the flask is being 
agitated, to prevent setting or caking. This is to be followed by 
occasional agitation during decomposition. Other cases will be — 
referred to later. : 

Weigh 0.5 gram of the ore into a 500-cc. Erlenmeyer flask. Add 
5 cc. of strong hydrochloric acid and 10 cc. of strong nitric acid. It is 
highly advantageous, in many cases, to also add about 2 cc. of hydro- 
fluoric acid—as much as can be held in the hollow of an ordinary 
platinum crucible cover. This tends to prevent any possible trouble 
from gelatinous silica. One must be certain, however, when this acid 
is used, that the material of the flask contains no zinc. On this account 
I advise the use of Pyrex flasks, which are free from zinc. 

Boil gently until only a few cubic centimeters of liquid remain, 
but endeavor not to take to dryness. Remove from the heat and add 
15 cc. of strong nitric acid and 5 grams (usually measured, after trial, 
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in a small crucible) of potassium chlorate. (Mallinckrodt’s ‘‘ Pure 
Granular ” is convenient for measuring.) 

Replace the flask over a gentle heat and run just to aes If 
the mixture shows a tendency to “ bump,” use a small watch-glass 
cover, raised slightly on one side with a bit of bent glass tubing, to 
allow escape of vapors, removing it again when the danger has passed. 
Hard dryness is unnecessary except when gelatinous silica is present, 
and even in this case there should be no overheating or fusing of the 
salts. With other ores it is sufficient to run just to dryness and 
remove at once from the heat. 3 

It is ordinarily more satisfactory, toward the end of the evapora- 
tion, to grasp the flask in a holder and manipulate it over a free flame, 
by turning and twisting, so as to heat every part of the flask, until 
complete dryness is attained. 

4. As soon as the flask is sufficiently cool, add 35 cc. of a prepared 
ammoniacal solution and heat to boiling. This solution is made by 
dissolving 200 grams of commercial ammonium chloride in a mixture of 
500 cc. of strong ammonia (sp. gr. 0.90) and 750 cc. of water. | 

Boil the contents of the flask very gently for a minute or two, or 
until disintegration of the residue is complete (avoiding hard boiling 
and loss of ammonia), and then add saturated bromine water and con- 
tinue the boiling for a short time. 

The amount of bromine water to add depends upon the quantity 
of manganese apparently present, as indicated by the deep brown | 
color of the dry residue. All the manganese is originally precipitated 
by the mixture of nitric acid and potassium chlorate, but on evap- 
orating to dryness, some of the manganese is again reduced to the pro- 
toxide form and becomes more or less soluble. With-ores showing little 
or no manganese, 1o cc. of saturated bromine water are sufficient, 
and 25 cc. will usually suffice in any case. 

5. Filter the hot solution through an 11-cm. filter into a 4oo-cc. 
beaker. I have found that in most case$'the'‘liquid runs through much 
more rapidly if a small wad of absorbent cotton is first placed in the 
apex of the filter and wetted. 

Wash out the flask with hot water. A slight adhering residue may 
be disregarded; a larger residue that cannot be removed with a rubber- 
tipped rod may be treated as follows: Add 2 or 3 cc. of strong hydro- 
chloric acid to dissolve it, and then, without diluting the solution, add 
5 cc., or an excess, of strong ammonia, and rinse into the filter. Any 
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traces of manganese not precipitated by the ammonia are usually 
negligible. 

Wash the residue on the filter ten times with a eae boiling 
ammonium chloride mixture, which is best contained in a wash-bottle 
of the type described on page 8, but a small beaker will serve. To 
make the ammonium chloride mixture, dissolve too grams of com- 
mercial ammonium chloride in water, add 50 cc. of strong ammonia 
and dilute to x liter. 

6. Add a little litmus solution to the filtrate as an indicator, and 
then cautiously neutralize with strong hydrochloric acid. Be very 
particular with the neutralization and then add 3 cc. of hydrochloric 
acid in excess. When there is sufficient copper present to act as an 
indicator, the litmus may be dispensed with. 

Dilute the liquid, if necessary, to about 250 cc., with hot water, 
heat nearly to boiling and then add 50 cc. of saturated hydrogen sul- 
phide water. The mixture is now ready for titration. If the final 
bulk of the liquid happens to be considerably Jarger than prescribed 
it will have no material influence on the zinc result. 

Pour about one-third of the hot. liquid into a beaker as a reserve 
and conduct the titration as described for the standardization of the 
ferrocyanide, adding portions of the reserve as the end-point is suc- 
cessively passed. 

In correcting for the final Soin of the burette, it is usually suf- 
ficient to deduct for as many tests as show a brown tinge and one drop 
additional. This is shown by running a blank test, adding the ferro- 
cyanide, one drop at a time, and making a test after each drop. In 
the course of a minute a brown tinge will show in all the tests except | 
the first. The usual total correction is 0.25 cc. ) 

Multiply the number of cubic centimeters used by the percentage 
value of 1 cc. to obtain the per cent of zinc in the ore. 

7. Ordinarily, any sulphides precipitated by the hydrogen sulphide 
water need not be filtered off, as the discoloration produced by even 
1o per cent of copper, for instance, does not too badly mask the uran- 
ium test. With a large amount of copper present the procedure may 
be as follows: After adding an excess of 3 cc. of strong hydrochloric 
acid to the filtrate and diluting it to about 200 cc. with hot water, pass 
in hydrogen sulphide gas to saturation. Filter through an 11-cm. 
filter and wash the precipitate thoroughly with hot water. If a little 
copper oxidizes and runs into the filtrate it will do no harm, as it is 
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immediately re-precipitated as sulphide. Heat the filtrate, which 
should have a final volume 2. about 2 sith cc., nearly to boiling, and 
titrate as usual. 

8. Notes.—a. It is not sufficient to wash the residue of ferric 
hydroxide, etc., simply with hot water. An appreciable amount of 
zinc is likely to be retained unless the residue is thoroughly washed 
with the hot ammoniacal solution prescribed. A direct test with a 
40 per cent zinc ore showed a retention of 1.27 per cent, which was 
afterward easily washed out with the ammoniacal solution. 

b. The use of granulated test lead as a precipitant for copper is not 
recommended. Lead acts more slowly than hydrogen sulphide, some- 
times fails to entirely remove the copper, and, unless the precaution 
of a special procedure be adopted, will always produce a solution with 
an unknown and variable degree of acidity, thus influencing the end- 
point. For a method using test lead see 11. 

c. Metallic aluminum appears to be entirely unsuitable for pre- 
cipitating the copper, unless the aluminum which goes into solution 
is subsequently removed. Aluminum salts affect the titration and 
produce incorrect results. In carefully conducted experiments I have 
always found this to be the case, under my usual working conditions. 

d. Even when the zinc contents of a solution are approximately 
known, it is not advisable, in the titration, to omit working with a 
reserve portion and proceeding in the regular manner. The reaction 
between the ferrocyanide and the zinc may be varied, at least tem- 
porarily, by varying the conditions, and a false end-point may be 
obtained by working too rapidly. A false end-point may be recog- 
nized by noting that the addition of a few more drops of ferrocyanide 
does not increase the intensity of the test. By continuing to add 
ferrocyanide, the color of the test. will finally disappear, and will 
then return only when the true end-point is reached. | 

e. Cadmium is not completely precipitated by hydrogen sulphide 
from a hydrochloric acid solution containing considerable alkali 
chloride. In the regular method (and likewise the alternate and test- 
lead methods), therefore, cadmium is to a greater or less extent 
_counted as zinc,' small amounts not being precipitated at all by the 
hydrogen sulphide. 

jf. Arsenic, when present in large amount, may make trouble by 
retaining iron in the ammoniacal solution filtered from the residue. 
No attention need be paid to arsenic unless its presence in excess is 
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thus indicated. In such a case begin anew and give the ore the fol- 
lowing preliminary treatment: Dissolve the ore in the usual way, but 
use an 8-oz. copper flask instead of an Erlenmeyer. Boil the solution 
nearly to dryness, then add 10 cc. of strong hydrochloric acid and boil 
until it is half gone (to expel nitric acid). Now add about 4 cc. of a 
solution of 1 gram of sulphur in 5 cc. of bromine and boil gently for a 
few moments. Then add 4 cc. of strong sulphuric acid and boil, by 
manipulating the flask over a free flame, until it is nearly all driven off. 
The arsenic wil! thus be sufficiently expelled. Cool, add 10 grams of 
ammonium chloride and 20 cc. of water and finish the assay as de- 
scribed in 9. 

g. The opinion seems to be very common that gelatinous silica, 
unless well dehydrated, is liable to combine with and retain some of 
the zinc on the addition of the ammoniacal extraction solution. My 
own experiments have invariably indicated that this is not the case. 
A large amount of gelatinous silica may hold some zinc mechanically 
and thus render its complete extraction and the thorough washing of 
the residue more difficult. The partial dehydration obtained by fol- 
lowing the regular method is usually quite sufficient to overcome this 
trouble. When hydrofluoric acid has been used in the decomposition 
of the ore no appreciable amount of gelatinous silica is likely to be 
found. 


1 Zinc is precipitated by potassium ferrocyanide from acid solutions, not as a 
straight zinc ferrocyanide, but as a zinc potassium ferrocyanide, the formula of 
which may be expressed as follows: KeZnFe(CN)..Zn2Fe(CN)s. The formula cf 
potassium ferrocyanide is K,Fe(CN)., and an inspection of the previous formula 
shows that 2 molecules of potassium ferrocyanide are required to precipitate 3 — 
atoms of zinc. The formula of the crystallized potassium ferrocyanide is 
K,Fe(CN).+3H.O, and the molecular weight is 422.366. Two mol. =844.732. 
Three atoms of Zn =196.11. One per cent of zinc, on the basis of 0.5 gram of ore 
taken for analysis, =o.005 gram. The amount of crystallized ferrocyanide re- 
quired to be in t cc. in order that 1 cc. =1 per cent of Zn, may now be found from 
the following proportion: 844.732 :196.11=x:0.005. x=0.02154. This is 
21.54 grams per liter. 


9. Alternate Method.—I have observed that in the presence of a 
large excess of ammonium chloride, ammonia will precipitate iron 
entirely free from zinc. This fact may be applied to the assay of an 
ore as follows: 

Treat 0.5 gram in an 8-oz. copper flask with 5 cc. of strong hydro- 
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‘chloric acid and 10 cc. of strong nitric acid and boil to pastiness. The 
final use of 5 cc. of strong sulphuric acid is advisable if gelatinous silica 
separates. In this case boil until the sulphuric acid is nearly gone— 
best by manipulating the flask over a free flame. Cool sufficiently, 
add ro grams of ammonium chloride and 20 cc. of water and boil the 
mixture to effect solution of everything soluble. If basic salts remain, 
-add a few drops of hydrochloric acid to dissolve them. When the 
solution is clear, remove from the heat, add strong ammonia water in 
about 5 cc. excess, then 20 cc. of saturated bromine water and boil for a 
few minutes. If the blackish-brown color of the precipitate indicates 
much manganese, add more bromine water to insure its complete 
precipitation, and again boil. In doubtful cases test the filtrate with 
bromine water. Filter and finish as in the regular method (6). 

10. Particular pains must be taken to remove all manganese 
with the bromine water, since none is separated during the decompo- 
sition, as in the regular method. When the amount of manganese 
present is in excess of a few per cent it is not safe to precipitate it with 
bromine, since it is liable to carry down an appreciable quantity of zinc 
as manganite (MANGANESE, 13). In sucha case I should not advise 
the use of the alternate method. | 

11. Method Using Test-lead to Precipitate Copper.*—Begin as 
in the regular method, (3). Use hydrogen peroxide (6 cc. or more) 
instead of bromine water to precipitate the manganese. (Bromine 
and its compounds are more difficult to subsequently remove.) Boil 
for several minutes to expel the excess of peroxide. Filter and wash 
as usual. Make the filtrate very slightly acid with hydrochloric acid, 
using methyl orange as indicator. Add about 20 grams of granulated 
test-lead, cover the beaker, and boil until all the copper is precipitated, 
1.e., until the solution has become perfectly colorless and then a little 
longer. Dilute with hot water to about 250 cc., add 3 cc. of strong 
hydrochloric acid and 1 cc. of a 50 per cent solution of sodium thio- 
sulphate, and titrate as usual at an ‘initial temperature of about 
85° C., using the uranium indicator and making the proper deductions 
as in the regular method. 

To standardize the ferrocyanide solution, dissolve about 0.200 
gram of zinc in ro cc. of 1 : 2 hydrochloric acid, add 7 grams of ammo- 
nium chloride, make alkaline with ammonia and then reacidify 


* Method used by Mr. Chas. S. Curtis, U. S. Assayer, in the U. S. Customs Assay 
Office, Kansas City, Mo. 
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slightly with hydrochloric acid, using methyl orange as indicator. 
Add 3 grams of test-lead, heat to boiling, dilute to about 250.cc. with 
hot water, add 3 cc. of strong hydrochloric acid and 1 cc. of a 50 per 
cent solution of sodium thiosulphate and titrate as just described. 

12. Treatment of Refractory Ores, etc.—No exact line of treat- 
ment can be prescribed for this class of material. The following will 
usually suffice: Begin according to the regular method (3). As soon 
as decomposition is as complete as possible, dilute somewhat and 
filter from the insoluble residue, washing the latter with hot water. 
Receive the filtrate in an 8-oz. Erlenmeyer flask and allow it to con- 
centrate considerably while treating the residue. If the residue is 
likely to contain lead, wash it next with the hot sodium acetate 
solution used in the lead assay (LEAD, 1), and then thoroughly with 
hot water to remove the sodium acetate, rejecting these filtrates. 
Ignite the washed residue at a low temperature in a platinum dish to 
remove the filter paper. Cool, add equal parts of strong hydrochloric 
and hydrofluoric acids, and digest on a water-bath until solution is 
complete, adding more acids if necessary. Finally, evaporate to 
small bulk and then add more hydrochloric acid and evaporate again 
to small bulk to remove most of the hydrofluoric acid. Wash this 
solution into the main portion which is concentrating. Boil the com- 
bined solutions to small bulk, add to cc. of strong nitric acid and boil 
nearly to dryness. Now add 12 cc. of strong nitric acid and 5 grams of 
potassium chlorate and continue as in the regular method. 

Sometimes the ore or other material may be treated at the outset 

with hydrochloric and hydrofluoric acids, in platinum, as just described 
for the residue. a 

The washed insoluble residue may also be fused with alkali car- 
bonate, either alone or mixed with borax glass, the melt disintegrated 
with water, and the mixture transferred to the flask containing the 
main solution, finishing as above. 

13. Modification to Avoid Cadmium.—If it be desired to avoid the 
influence of cadmium, the following method may be adopted: 

Begin by either the regular or the alternate method, and proceed _ 
as usual until the filtered ammoniacal solution is obtained. To this 
filtrate add about 3 grams of potassium cyanide, allow to dissolve 
and then add 10-15 cc. of strong hydrogen sulphide water. A suff- 
cient quantity to precipitate any possible cadmium or lead is all that 
is necessary. Stir the mixture to make sure of the solution of zinc 
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sulphide, and then allow to stand a short time for the cadmium sul- 
phide to separate and settle. Copper and zinc go into solution while 
cadmium and lead sulphides are precipitated. Without, at the out- 
set, unduly disturbing the precipitate, which is likely to clog the filter, 
filter through an 11-cm. filter into a 4oo-cc. beaker. ~Re-filter the 
first portions if not clear. Wash out the beaker with cold water and 
then wash filter and precipitate thoroughly with a cold 2 per cent 
solution of potassium cyanide. 

Remove the filtrate to a hood, drop in a piece of litmus paper and 
acidify with strong hydrochloric acid in about 5 cc. excess. Add 
about a gram of potassium chlorate, cover the beaker and boil until 
the hydrocyanic acid is expelled and the mixture has clarified. Finally — 
remove from the heat, add a little litmus solution, neutralize with 
ammonia, and then reacidify with 3 cc. excess of hydrochloric acid. 
Have the volume of the solution about 200-250 cc. 

To the nearly boiling liquid add 50 cc. of strong hydrogen water 
and titrate as usual. 

‘Ordinarily, the very small amounts of cadmium in zinc ores may 
be counted as zinc, but the occasion sometimes arises where a sepa- 
ration is required. 

14. Waring’s Zinc Method.—This method fete upon the pan 
ration of the zinc from manganese, iron, and aluminum by means of 
hydrogen sulphide, under slight pressure, in a solution very slightly 
acidified by formic acid, the metals of the copper group having been 
previously separated by metallic iron or aluminum with simultaneous | 

: reduction of ferric salts. The operations are: | 
Kae Ya (1) Solution—The calamine, willimite, franklinite, blende, and 
“ ~~" other soluble minerals, or ores containing them, are decomposed by 
hydrochloric acid or aqua regia, with subsequent treatment and evap- 
oration with an excess of hydrochloric or sulphuric acid to thoroughly. 
eliminate nitrous compounds. If zinc spinels or aluminates are pres- 
ent, the insoluble residue must be fused with a mixture of sodium 
carbonate and borax glass, the fused mass dissolved and the solution 
added to the main one. If much silica is present, spinels are decom- 
posed by fusion with sodium carbonate in a platinum crucible, any 
lead sulphate present having been extracted by ammonium acetate. 
In the absence of silica or boric acid, the spinels cannot be decom- 
posed by fusion with sodium carbonate alone. In such a case they can 
be decomposed by prolonged fusion with an alkali bisulphate.  Sil- 
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icates, such as cinders from oxide furnaces, unchilled slags, and some 
natural silicates undecomposable by acids, must be fluxed or sintered 
with sodium carbonate before treatment with hydrochloric acid. 
It is not necessary, in any case, to evaporate to dryness to separate 
silica—it can be filtered off in the gelatinous state. This can be done 
very rapidly, after dilution with water, when the gelatinization has 
reached a maximum and before dehydration has begun. The gelat- 
inous silica at this stage will not retain any traces of metals after 
a few washings. 
(2) Reduction —To avoid the effects of reactions like 


2FeCl3+He2S — 2FeCle+2HCl-+5S, 


and at the same time to remove copper, silver, and bismuth before 
precipitating with hydrogen sulphide, the filtered solution, made 
fairly acid with hydrochloric or sulphuric acid, is boiled for fifteen or 
twenty minutes with a strip of clean sheet iron or steel. By this 
treatment all the metals likely to be precipitated with zinc as sulphides 
are separated, except cadmium, which is not in the least degree reduced 
by metallic iron. 

Mr. G. C. Stone has suggested the use of metallic aluminum for 
the reduction. This has the advantage of separating cadmium and 
lead along with the other metals of the copper group, since both are 
completely precipitated by aluminum from a rather strongly acid 
boiling solution of sulphates or chlorides, so that when zinc only is to 
be determined, the subsequent operations are very much shortened. 

Reduction may also be effected by means of sodium sulphite 
or thiosulphate, when copper, or copper and aluminum are to be 
determined from the same weighed portion. 

The reduction is followed by filtration, the filtrate being received 
in a flask of about 300-cc. capacity. 

(3) Neutralization Add to the filtrates a drop of methyl orange, 
then run in, from a pipette, a rather dilute solution of sodium hydroxide, 
meanwhile constantly agitating the contents of the flask with a swirling 
motion, until the pink color barely, but permanently, changes to a light 
yellowish tint, and the cloudiness, due to the separation of hydroxides, 
fails to clear up entirely. Then add, drop by drop, enough 50 per 
cent formic acid (sp. gr. 1.12) to just restore the permanent pink color, 
and add up to half a cubic centimeter additional. Dilute the solution 
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to 200 or 250 cc. (or so that it will contain not more than 0.15 
to 0.20 gram of metallic zinc in 100 cc.) and heat to about 80°. 

(4) Precipitation—A rubber stopper, through which passes the 
delivery-tube from a source of supply of hydrogen sulphide,” is 
loosely placed in the neck of the flask and a moderately rapid stream 
of gas allowed to pass through the hot liquid. When the precipitation 
of zinc sulphide is well under way, 
the stopper is pushed in tightly. 
Absorption of the gas ceases when 
all the zinc is precipitated; the 
precipitate settles quickly, and the 
gas pressure rises rapidly when the 
operation is completed. When 
several precipitations are to be 
made at the same time, the flasks 
are arranged in succession in 
the usual manner and the first 
is removed when the precipita- 
tion is well started in the third, 
and so on, changing the gas 
connections. as required. ‘The 
outlet from the last flask is not closed until the precipitation is 
partially completed therein. Numerous experiments have shown that 
zinc can be completely precipitated and separated from iron, man- 
-ganese, and alumina under the conditions named, by the passage of 
only a very little more than the amount of hydrogen sulphide theoret- 
ically required. ‘The use of a large excess is therefore unnecessary and 
is also undesirable. 

(5) Treatment of the Precipitate-—When the seeds operations 
have been properly performed, the precipitated zinc sulphide will be ~ 
pure white, pulverulent, and very easily filtered and washed. Hot 
water only need be used for washing, no»zine will dissolve or pass 
through the filter, as is the case with the slimy zinc hydrosulphide 
precipitated from cold solutions in the usual manner. Pour the con- 
tents of the flask upon a filter at once and wash with hot water. 
Spread the filter with its contents upon a large watch-glass or on the 


* The apparatus used by Waring is shown in Fig. 20. It is adapted from that of C. A. 
Brewer. The lower end of separatory-funnel is somewhat contracted and extends to 
bottom of coarse shot upon which rests the FeS. 
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inner wall of a capacious beaker, and wash the precipitate into the 
bottom of the beaker by a jet of hot water. Wash the precipitating- 
flask and the lower end of the gas delivery-tube with ro cc. of strong 
hydrochloric acid, followed by hot water, pouring the acid and wash- 
ings successively over the washed filter on to the precipitate in the 
beaker. When the volume of the acid solution has reached 125 to 
130 cc., the solution is warmed gently to dissolve the zinc sulphide 
eicanleelys 

When cadmium is also present (i.e., when the reduction has been 
effected by metallic iron), the zinc sulphide will dissolve completely 
before any cadmium sulphide is dissolved. By practice and experience, 
the point when all the zinc is dissolved and only the brilliant yellow 
cadmium sulphide remains, can easily be distinguished. The solution 
is then further diluted with an equal volume of hydrogen sulphide 
water, allowed to settle and the cadmium sulphide filtered off and 
estimated in the usual way by warming with acid ferric sulphate and 
titrating with permanganate. The iron equivalent of the perman- 
ganate used, multiplied by 1.006, equals the cadmium. When the 
determination is properly performed, the result is accurate * (Waring). 

The solution of zinc sulphide in dilute hydrochloric acid is heated 
to 60° or more and made up to 200 or 250 cc. with hot water; a little 
ammonium chloride is added, and it is ready for titration with ferro- 
cyanide (see 6). 

Note.—The solution at this dire contains in the neighborhood 
of ro cc. of strong hydrochloric acid. I would advise reducing the 
the excess to 3 cc. After the ZnS has been dissolved, as above, boil 
off the HeS, add litmus solution, make slightly alkaline with am- 
monia and then reacidify with hydrochloric acid in 3 cc. excess. 
Now dilute, heat and titrate asin 6. A.H.L. 

The method of separating zinc by hydrogen sulphide from nickel, 
cobalt, and manganese, recommended by Fresenius, is not applicable 
when iron is present, as iron is thrown down by hydrogen sulphide in 
the presence of sodium acetate. 


* Treadwell says (Anal. Chem., Hall, 2d Ed., II, p. 167): “It is not possible to pre- 
cipitate pure cadmium sulphide from acid solutions by means of hydrogen sulphide; the 
precipitate is always contaminated with a basic salt (CdeClhS—Cd,SO,S, etc.), whether 
the precipitation takes place in cold or hot solutions, whether under atmospheric pressure 
or under increased pressure (in a pressure-flask), and in fact the amount of basic salt 
formed increases with the amount of free acid present.” 

+ American edition, sec. 160, paragraphs 74 and 75. 
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15. Modification. For Low-grade Zinc Ores, Slags, Furnace 
Residues, etc., and for all purposes wherein it is required to determine 
small amounts of zinc accurately. } 

Proceed exactly according to the method just described until the 
zinc sulphide precipitate has been washed; then, instead of dissolving 
the precipitate, dry and ignite it carefully in a clean muffle without 
‘separating it from the paper. No loss of zinc will occur, nor will basic 
sulphate be formed, if the wet precipitate is ignited at the mouth of 
the muffle until the paper is consumed, and the oxidation of the 
residue is then conducted ata low temperature (about 450°) until at 
the last, when it may be moved back to where the temperature is near 
the melting-point of silver. 

As much as 0.15 gram of zinc sulphide can be completely oxidized 
in this way in forty to sixty minutes. ‘The calcination may be effected 
in a smooth shallow scorifier, an inch and half in diameter, from 
which the calcined oxide can be brushed into the scale-pan without 
appreciable loss. Calculate the zinc from the ZnO found by multi- 
plying by 0.8034. 

Waring’s method has been modified both by its author and by 
Dr. H. C. Weber of the U. S. Bureau of Standards, and the following 
scheme, including the changes, is proposed by the Zinc Committee of 
the. American Chemical Society. 

16. Modified Waring Method.*—After the weighed sample has 
been decomposed by acids alone, or aided by fusion, as the case may 
require, all the zinc is to be brought into solution as sulphate. If 
nitric’ acid was used in the decomposition, all traces of it must be 
expelled by evaporation with hydrochloric and sulphuric acids suc- 
cessively, or by two evaporations with sulphuric acid, finally to 
abundant evolution of SO3 fumes. Dissolve the mass in 25 to 40 cc. 
of water and add sufficient sulphuric acid to bring the free acid in the 
solution up to 10 or 15 per cent. Introduce a piece of heavy sheet 
aluminum and boil ten minutes, or to complete reduction. Filter, and 
wash through a filter containing a piece of aluminum into a beaker 
containing a stirring-rod or strip of the same metal; cool, add a drop 
of methyl orange, and neutralize carefully with sodium bicarbonate 
to a light straw color. Add, dropwise, dilute formic acid (20 per cent 
strength) until the pink color is just restored, then 5 drops more. 
(Dilute hydrochloric acid, 1 part strong acid to 6 parts water, may be 

* Jour. Am. Chem. Soc., XXIX, 26s. 
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substituted for formic acid when ammonium thiocyanate * is to be 
introduced.) Dilute to about 100 cc. for each o.1 gram of zinc pos- 
sibly present, add, if much iron is present, 2 to 4 grams ammonium 
thiocyanate, remove the strip of aluminum, heat nearly to boiling, 
and saturate with hydrogen sulphide. Allow the pure white zinc sul- 
phide to subside for a few minutes, then filter and wash with hot 
water. Transfer precipitate and filter to a capacious beaker, heat with 
8 to 10 cc. of strong hydrochloric acid and 30 or 4o cc. of water, until 
the zinc is all insolution. Determine the zinc as pyrophosphate, con- 
taining 42.88 per cent zinc, or by titration with ferrocyanide, | The 
use of ammonium heptamolybdate f in 1 per cent solutiofas an 
indicator, instead of uranium acetate or nitrate, is recommended, 
provided all free hydrogen sulphide has been previously expelled 
from the solution by heating. If a blue color still appears in the 
test drop, add a crystal or two of sodium sulphite to the zinc solution, 
to decompose any remaining hydrogen sulphide. 

17. Notes.—Using the thiocyanate modification and the ferro- 
cyanide titration, I have found the above very accurate, except that 
cadmium was not entirely removed—at least in presence of copper. 
To conform to my method of standardization, proceed as follows: 
Drop filter with zinc sulphide into a 6-o0z. flask. Cleanse beaker and 
celivery tube with 25 cc. of hydrochloric acid and rinse into the flask. 
Boil to dissolve the zinc, disintegrate the filter and expel all hydrogen 
sulphide. Add a Jittle litnus solution or paper, neutralize with ammo- 
nia, and then reacidify with 3 cc. excess of hydrochloric acid. Transfer 
to a 40o0-cc. beaker, dilute to 250 cc. and titrate hot, as usual (6). 

18. Notes by Waring and Stone.—Under the conditions described, 
the precipitation of cadmium is complete, but traces of copper remain 
in solution unless the boiling is continued for a very long time; this 
prolonged boiling is not necessary, as the copper is afterwards precip- 
itated as sulphide with the zinc and does not redissolve with the 
latter. 

In neutralizing, if the solution is strongly maids it is better to 
nearly neutralize with sodium or potassium hydroxide and finish with 
bicarbonate. ‘This not only saves time but lessens the chance of loss 
by foaming. 

It is not necessary to pass the hydrogen sulphide under pressure 


* Zimmermann, Ann. Chem., (Liebig), 99, 1. 
+ Nissenson and Kittembeil, Chem, Zeit., 77 (1905), 951-955. 
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if the solution is diluted as already directed. The gas should be 
passed through the solution until a drop of the liquid blackens a drop 
of cobalt or nickel sulphate or chloride made alkaline with ammonia. 
After a little experience it is not necessary to make even this test. 
It is very important that the zinc solution should be quite hot during 
the precipitation of the sulphide; therefore it is advisable to begin 
nearly at the boiling-point and to pass the gas rapidly. If the heating 
of the solution has taken much time, the excess of formic acid may 
volatilize (if this reagent has been used). In such cases formic acid 
must again be added, in sufficient quantity, to make the solution acid. 

We most strongly recommend that zinc be determined gravimet- 
rically by weighing as pyrophosphate, except where the operator has 
had much and recent practice with the ferrocyanide titration. While 
the latter is capable of giving very accurate results it will only do so 
when all the conditions are exactly the same both in standardizing and 
during: the final titration, and it is necessary to have considerable 
experience with the method to be sure of accuracy. 

‘19. Weighing the Zinc as Pyrophosphate.*—Filter the solution of 
the zinc sulphide in hydrochloric acid finally obtained in Waring’s 
Method and bring the filtrate to a cold, dilute and slightly acid con- 
dition. Now add a large excess of ammonium sodium hydrogen phos- 
phate and then neutralize very carefully with ammonia, adding it drop 
by drop, finally adding a drop or two in excess. Finally, add about 
r cc. of acetic acid and warm gently until the flocculent precipitate of 
ZnNH4PO.4+H:20 has settled completely as a dense crystalline powder, 
Filter and wash with hot water. 

Dry the filter and precipitate, separate the paper and burn it, 
add the ash to the residue and ignite the two, gently at first, then for 
a few minutes at a bright-red heat. Cool and weigh as Zn2P2O7, 
containing 42.88 per cent of zinc. 

The flocculent ZnNHsPO.4+H20 is very soluble in the mineral 
acids as well as in ammonia, but after crystallization it is much less 
soluble in the latter. It is only slightly soluble in acetic acid; an 
excess of 1 cc. in 100 cc. of solution does not dissolve an appreciable 
quantity. It is somewhat soluble in all ammonium salts, if only a 
small excess of phosphate is present. The addition of 1 cc. of a 10 
per cent solution of sodium ammonium phosphate for each 0.005 
gram of zinc is sufficient to entirely prevent its solution in ammonium 

* Method of Geo. C. Stone. W. Geo. Waring, Jour, Am, Chem. Soc., XXVI, 28. 
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chloride or sulphate or in the acetate unless the latter is present in 
enormous quantity. It is, however, always slightly soluble in the 
oxalate. Therefore, for very accurate work, lime and magnesia, if 
present in the zinc solution, are preferably separated together as phos- 
phates, after adding a large excess of ammonia and reprecipitating; 
then the combined filtrates are to be slightly acidulated and proceeded 
with as above. The crystalline zinc ammonium phosphate is quite 
insoluble in hot or cold water. 


CHAPTER XXXI 
COMBINING DETERMINATIONS 


IT is an ordinary occurrence for the technical chemist to have to 
determine several constituents in the same sample of ore. The expert | 
operator will, of course, be able to combine his regular methods for 
single constituents, whenever possible or convenient, so as to make 
two or more determinations from the same weighed portion of ore, and 
thus save considerable time. The accuracy of the work is sometimes 
lessened by such a combination and its adoption will then depend 
- upon the rigor of the requirements. 

The following examples are perhaps sufficient to show how work 
can be hastened in a busy laboratory, using only technical methods. 
Of course, by the tedious operations of exact analysis, many con- 
stituents can sometimes be determined from the same weighed por-_ 
tion, but such methods are not under consideration. Where much 
extra manipulation is involved, it is ape: not worth while to work 
by a combination method. | 

1. Copper, Lead and Insoluble-—Make the copper as ee 
(CopPER, 6), but take the precaution to cool the solution before the 
first filtration and to wash the lead sulphate residue with dilute sul- 
phuric acid. Dissolve the lead sulphate on the filter with the usual 
hot sodium acetate solution and proceed with the filtrate as described 
for lead (LEAD, 6). Thoroughly wash the residue remaining on the 
filter with hot water, to remove the sodium acetate, and then ignite 
filter and contents and weigh as insoluble ‘residue. | 

2. Zinc, Iron and Insoluble-—Make the zinc as usual (ZINC, 3).* 
The iron and insoluble residue will be either on the filter or adhering 
‘in the flask. Rinse the precipitate on the filter into a beaker with hot 
water, using as little as possible. Add 5 cc. of strong hydrochloric 
acid and warm the mixture until the ferric hydroxide, etc., has dis- 

* Of course, the use of hydrofluoric acid would vitiate the insoluble residue determina- 
tion. 
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solved. Transfer this solution, and any insoluble residue, into the 
original flask and again warm, if necessary, to dissolve any adhering 
precipitate. Now filter through the same filter as before, thus dis- 
solving any precipitate thereon, receiving the filtrate in an 8-oz. flask. 
Wash flask and filter with hot water acidulated with a few drops of 
hydrochloric acid, and see that all the residue is transferred from 
the flask to the filter, using a rubber-tipped bent glass rod, if necessary, 
to detach adhering particles. Concentrate the filtrate by boiling, if 
too bulky, and determine the iron in it as usual (IRON, 29). 

The insolubie residue is now ready to ignite unless it is likely to 
contain lead. In this case dissolve out the lead with a strong hot 
solution of ammonium chloride, acidulated with hydrochloric acid, 
or employ the hot sodium acetate solution used in the lead assay 
(Leap, 1). Finally, wash thoroughly with hot water, then ignite 
filter and contents and weigh as usual. 

3. Calcium and Magnesium.—It is evident that no modifications 
of the methods described are necessary in this case. Simply proceed 
as for CaO (CAtcium, 1), and in the filtrate from the calcium oxalate 
determine the MgO in the usual manner (MAGNESIUM, 1, 2). 

4. Insoluble, Iron, Calcium and Magnesium.—Proceed for insol- 
uble residue by any appropriate method (Sitica, 1). Wash the 
filtered residue with hot water slightly acidulated with hydrochloric 
acid and then treat it as in 2 above. If it requires purification from 
lead, do not add the resulting filtrate to the original filtrate. 

Proceed with the original filtrate as for calcium (CALcrium, 1), and 
thus obtain the iron as ferric hydroxide, the calcium and magnesium 
being in the filtrate (or filtrates). Determine the latter as above (3). — 

If the ferric hydroxide is small in amount, dissolve it on the filter 
by pouring over it a hot mixture of 10 cc. of strong hydrochloric acid 
and 20 cc. of water, receiving the filtrate in an 8-oz. flask. It is best 
to wash larger amounts into a beaker with a little hot water, add 5-10 
cc. of hydrochloric acid and warm until the iron precipitate has dis- 
solved, pouring the solution through the filter to dissolve what remains 
there. Wash the filter with hot water slightly acidulated with hydro- 
chloric acid. Concentrate the filtrate by boiling, if necessary, and 
determine the iron in it in the usual] manner (IRON, 29). 

6. Copper and Iron.—Proceed as for copper by the iodide method 
(COPPER, 6), determining the copper as usual. The filtrate from the 
precipitated copper will contain the iron all reduced, but also contain- 
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ing hydrogen sulphide. Boil the solution in a flask until the hydrogen 
sulphide is completely expelled, then transfer it to a battery-jar con- 
taining some cold water, dilute to 700 cc. with cold water, add 5 cc. 
of strong sulphuric acid and titrate with permanganate, as described 
in IRon, 8. Of course, the aluminum used should be practically free 
from iron. | 

It will be observed that the above combinations can be combined 
with each other in certain cases, as in the example which follows: 

7. Insoluble, Lead, Copper and Iron.—Proceed as in 1, determining © 
the lead and insoluble in the residue, and then determine the copper 
and iron in the filtrate according to 6. 


CHAPTER XXXII 
BOILER WATER 


FuLt directions for the analysis of water to be used for steam 
purposes can be found in most of the books on technical analysis, and 
it is not intended to describe an elaborate method in this work. The 
following scheme can be carried out very quickly, and is sufficiently 
accurate in most cases: 

If the water is turbid, allow it to settle, or filter it so as to remove 
the suspended matter. 

1. Total Solids.—Evaporate 100 cc. in a weighed platinum dish 
on the water-bath to dryness. If the dish is too small to hold 100 cc. 
at once, measure the water into a beaker and transfer it to the dish as 
the evaporation proceeds. A 10o-cc. pipette is most convenient for 
the measuring, as no washing out is necessary and there is, therefore, 
no wash-water to evaporate. After evaporation place the dish and 
residue in an air-bath and heat at 150° C. for thirty minutes. Cool 
in desiccator and weigh. 

2. Organic and Volatile Matter.—Hold the dish containing the dry 
residue in the tongs and manipulate it over a Bunsen flame so as to 
burn off the organic matter at as low a temperature as possible. Some- 
times the burned residue remains dark, owing to the presence of man- 
ganese. If this is mistaken for unburned carbon, too high a tempera- 
~ ture may be employed in attempting to consume it and more or less 
carbon dixoide may be expelled from carbonates in consequence. 
This carbon dioxide can be replaced by adding a little CO2 water and 
evaporating to dryness, but it is hardly worth while to take this extra 
trouble, as the possible errors of this determination are liable to make 
it unsatisfactory in any event. ‘The result obtained is seldom used, 
but it sometimes proves useful as a check. After the ignition cool the 
dish in a desiccator and weigh, noting the loss from the last weight. 

3. Conversion to Sulphates.—Acid sufficient dilute sulphuric 
acid to the last residue in the dish (a few drops are usually enough) 
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and turn the latter in various positions so that the acid will come in 
contact with all the residue. Note whether or not an effervescence 
indicating carbonates, is produced, as knowledge on this point may 
prove useful later. Heat the dish cautiously so as to expel the water 
and free sulphuric acid and then raise the temperature ‘sufficiently to 
decompose any iron sulphate and leave ferric oxide; avoid unnecessary 
overheating however. Cool and weigh as combined Na2SO4, CaSOa, 
MgsO,, Fe2O3, and SiOz. This weight will be used in the calculation 
of results. 

4. Silica—Warm the sulphate residue with sufficient dilute hydro- — 
chloric acid to dissolve all the sulphates. If there is much ferric oxide 
it is best to warm with a little strong acid at first until it has dissolved. 
Filter through a small ashless filter and wash with hot water. Some- 
times it is a good plan to loosen any insoluble matter on the sides of 
the dish with a rubber-tipped glass rod and continue the heating with — 
dilute acid to make sure that all sulphates are dissolved. Return the 
filter and any insoluble residue to the dish and ignite. After cooling, 
weigh as SiOz. 

5. Ferric Oxide, etc.—Heat the filtrate from the silica nearly to 
boiling and add a slight excess of ammonia, preceded, if it is possible 
that manganese is present, by 5 cc. of strong bromine water. Bring 
to a boil and then allow to stand over a low flame for a short time, for 
the precipitate to collect. Finally, filter through a small ashless filter, 

wash with hot water, ignite and weigh, after cooling, as Fe2QOs. 

The amount is usually so small that the platintm or porcelain crucible 
used for the ignition need not be weighed, but the ferric oxide may be 
transferred directly to the scale-pan. Only in rare cases where Mn304 
or Al2Og are present in unusual amount, it is necessary to make any 
special separation of these substances. _ , 

6. Calcium Oxide.—Heat the filtrate from the ferric hydroxide 
to boiling, add sufficient ammonium oxalate solution and allow to 
stand, hot, till the precipitate has settled. Filter, wash well with hot 
water, and determine the CaO in the calcium oxalate by titration with 
potassium permanganate, as in CALCIUM, 4. 

7. Magnesium Oxide.—Concentrate the filtrate from the calcium 
oxalate to smaller bulk if necessary, and then precipitate the mag- 
nesium aS magnesium ammonium phosphate, as described in MAGNE- 
SIUM, 2, finally weighing as MgeP2O7 and calculating to MgO. 

8. Alkalies.—For the purposes of this analysis it is usually suf- 
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ficient to regard the alkalies as consisting wholly of Na2O. The 
amount of Na2O is determined by calculation as follows: From the 
weight of the combined sulphates, etc., as determined in 3, subtract 
the calculated weights of the calcium and magnesium sulphates, and 
also the Fe2O3 and SiOz. Consider the remainder as Na2SO4 and 
calculate from it the corresponding weight of Na2O. 

For use in these calculations the table on page 279 is appended. 

9. Sulphur Trioxide.—Slightly acidify 100 cc. of the water with 
hydrochloric acid, heat to boiling and slowly add an excess of barium 
chloride solution. Continue as described in SULPHUR, 1, finally 
weighing the precipitated BaSO,, from which the SOs may be calcu- 
lated. BaSO,4X0.3427 =SOs. 

10. Chlorine.—Measure too cc. of the water into a clean porcelain 
dish or casserole and determine the chlorine volumetrically by Mohr’s 
method, described in CHLORINE, 1. Instead of N/1o solution of 
silver nitrate, it is better to prepare a solution containing 4.799 grams 
of AgNOs per liter. One cubic centimeter of this solution will equal 
o.co1 gram of chlorine. 

11. By the scheme as described, three portions of water, of 100 cc. 
each have been required in making all the necessary determinations. 
Considerable time may be saved,with perhaps some loss of accuracy, by 
using a separate portion for determining the Fe203, CaO, and MgO, 
instead of waiting for the residue obtained by evaporation. ‘The error 
in this plan will be mainly due to the failure to remove silica, possibly 
causing slight increases in the results for Fe203 and MgO. In most 
cases, however, this error is so trifling as to be negligible. When this 
method is adopted do not fail to acidify the water at the outset with 
5 cc. of strong hydrochloric acid, so that the subsequent addition of 
ammonia will form sufficient ammonium chloride to prevent the pre- 
cipitatation of any calcium as carbonate. 

12. Calculation of Results.—In combining the acids and bases 
only an arbitrary rule can be followed, and even this is subject to 
modification in special cases according to the judgment of the sao 
In general proceed as follows: 

Combine the chlorine with sodium. If there is an excess of chlorine 
combine it with calcium, then with magnesium. 

If there is an excess of sodium, combine it as NazO with SOs. 
If the SOs is insufficient for all the available NazO, calculate the excess 
of the latter to NazCOs. 
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If SO3 is in excess combine it with CaO and then with MgO. 
Calculate any excess of CaO or MgO to CaCOz3 and MgCOs. 

Calculate the Fe2O3 to FeSO. if any SO3 remains after satisfying 
the other bases, otherwise to FeCO3. It will be observed that the 
iron is regarded as being in a ferrous condition. This is because 
organic matter is usually present. If of sufficient importance, the 
proper qualitative tests may be made to determine the condition of 
the iron. 

The silica is usually reported as SiOz, although in water containing 
much sodium carbonate it may exist as sodium silicate. I have 
observed cases where such a combination was apparently necessary to 
satisfy the conditions. 

It will be observed that the amount of carbon dioxide is obtained 
entirely by calculation. In the majority of cases this will suffice, as 
a fairly correct idea of the general composition of the dissolved solids 
is all that is required. The presence of a large amount of calcium or 
magnesium carbonate usually indicates the existence of free carbon 
dioxide, which probably forms soluble acid carbonates of the alkaline 
earths. | 

13. In this analysis it is sufficiently accurate to regard milligrams 
per liter as equivalent to parts per million. As each determination 
is made on the basis of 1/10 liter, the results in milligrams, multiplied 
by 10, will give the parts per million. Therefore, after each result is 
obtained in grams, record it in decimilligrams or parts per million, 
by moving the decimal point four places to the right. When the entire 
analysis has been calculated and tabulated in this way, subtract the 
sum of the constituents, except organic and volatile matter, from the 
total solids and call the difference organic and volatile matter. It will 
usually be less than the figure as actually determined, for the reasons 
stated above. | 

Finally, for technical purposes, it is customary to report the results 
in grains per U.S. gallon of 231 cu. in., instead of in parts per million. 
The conversion is easily made by means of the table on page 278. 

14. Example of Calculating Analysis of Boiler Water.—Let us 
suppose the various determinations have resulted as follows, in 
parts per million: 

Total:solidss..5.sta fro ott ee ee een ee 928.0 
Organic and volatlematter, we aneseae eee 7OIC 
SulpbAtes petC eek ee eee ox) A nei 934.0 
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SU on 8 he 0 Oo A A I rae a 12.0 
LOND Es 3 Fa oR, a ie ars Ca ee 4.0 
CL Selo «i pl cop tes OT aaa ae a Pa 165.0 
i eR ee, wag a in heen oes 44.7 
SS NR eke eli th 4a! ahs abbas Aly 6 a6 240.5 
Ae te tee oe. eae ee OR eee ke 60.0 


All the constituents are shown except NazO, which is determined 
as follows: Calculate the CaO and MgO to sulphates by multiplying 
by the proper factors given in the table, and then add together the 
following: 


LASS Og Ee es ra Oe eat nee we a ny 400.3 
Ute APES A ec Siti s+ § PL eee ae MONS ee ome ten 143-55 
Pare hanya rent ee RPO ha ie ncrh, lv 0%, Gh ne 4.0 
“S118 bi Seg eens rae meat ac: fy 1 Serre ei apn ee Beane ge 1250 

549.8 


Subtract this sum, 549.8, from the sum of the sulphates, etc., 
934.0, and consider the remainder, 384.2, as NazSO4. This, using the 
table, is equivalent to 167.7 Na2O. 

Now combine the Cl] with Na. 60 Cl=98.9 NaCl (keeping only one 
decimal place). 98.9 —60 =the Na required, or 38.9. This is equiva- 
lent to 52.4 NazO. Subtracting this from the original 167.7 NasO, 
there remains an excess of 115.3 Na2O. 

Combine this with SO3. 115.3 NazO =264.2 Na2SOu. 264.2 — 
115.3 =148.9, the SO3 used. Subtracting this from the total Bs, 
246.5, there remains an excess of 97.6 SOs. 

Combine this with CaO. 97.6 SO3=165.9 CaSOs. 165.9— 
97.6 =68.3, the CaO used. Subtracting this from the total CaO, 
165.0, there remains 96.7 CaO excess. 

Combine this with COz. 96.4 CaO =172.6 CaCOs. 

Calculate the remaining bases as carbonates. 

44.7 MgO =93.5 MgCO3. 4.0 Fe2O3 =5.8 FeCOs. 

The sum of the above results in bold type, together with the 
SiOz, 12,=812.9. Subtracting this from the Total Solids, 928.0, 
there remains 115.1 for the Organic and Volatile Matter. It will be 
noted that this is 63.9 less than the figure actually found after ignition, 
indicating that some COz was driven off by the heat employed. 

15. The entire analysis may now be tabulated as follows: 
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Parts per | Grains per 


Million. Gallon. 
SOCIMIN CHIGMUG. cy Maki tbc asa oe os tote aia tae eee 08-9: a A) 
PVOCLIUEN GUD AEB, ocr at balak Wile so okoa «bare reaae Sea ae 264.2 15.41 
SS ICIIY SUIS LON rae: oe dere ite ec prot Sets tee ae Lael LOS, O 9.68 
CalCriniCalpOnatess tins a eutc Ge antaslonee Seu ea eee 17200 10.07 
Magnesium carbonate..... seks 6 wh ta hp Binal ie nied eee 03.5 5-45 
BPP errousicarponate esc waked s oh adus Po aie | Rage > ee 5.8 0.34 
SCA eR RTE low sce tue e pir bee eae eee 12.0 0.70 
Oreanic and womtile matterc. oo 4.4 cece Se eke oe een ee LOPE ts 6772 


Uta eOMCSs aaah a ao eaacr Aerie Bate es a SL be eer ae 


Ne) 
is) 
re 
(@) 

wn 

TS 


ia3 


The results in grains per gallon are the ones usually reported. 
The conversion from parts per million is quickly made by means 
of the table on page 278. 2 ; 

16. Valuation of Water from Results of Analysis.——The chemist 
is frequently required to give an opinion as to the value of a water for 
steam purposes, basing his judgment on his analysis. In this regard 
the following points may be considered: The principal scale-forming 
ingredient is calctum sulphate. Calcium and magnesium carbonates 
also form scale to-a certain extent, especially if much calcium sulphate 
is present to act as a cementing agent. Much of the calcium and 
magnesium carbonates, held in solution by excess of carbon dioxide as 
acid carbonates, will tend to deposit as a sludge’‘or mv bi rather than as 
scale, when the water is boiled. 

While the other constituents ordinarily found in water are not 
classed as scale-forming, yet, on analysis, they are practically all 
found to a greater or less extent in the scale, showing that with a 
sufficient cementing agent they all contribute to the trouble. 

A large amount of alkali carbonate in water may cause foaming 
or priming in the boiler, as may also much organic matter. 

Free acid is, of course, corrosive and is often found in mine waters, 
owing to the oxidation of pyrites. 

Magnesium chloride is regarded as an active corrosive agent, 
upon the supposition that it is decomposed in the boiler with the 
liberation of free hydrochloric acid. When more chlorine is present 
in a water (containing magnesium) than tan combine with the sodium 
(and potassium), magnesium chloride ir sually considered present, 
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The Union Pacific Railroad Company classifies the constituents 
of boiler water as follows: 


Incrusting, or Scale-forming Solids: 
Oxides of Iron and Aluminum, 
Calcium Carbonate, 
Calcium Sulphate, 
Calcium Chloride (corrosive), 
Magnesium Carbonate, 
Magnesium Sulphate (forms scale only in the presence of cal- 
cium carbonate), 
Magnesium Chloride (corrosive). 


Non-incrusting Solids: 


Alkali Carbonates, Sulphates and Chlorides, and Organic 
Matter. 

The quality of a boiler water is judged as follows: 

Foaming and Priming: 

The amount of non-incrusting solids that a boiler water can 
contain, before foaming or priming will take place, is about 175 grains 
per gallon. The less non-incrusting solids that a given water contains, 
the more the water may be evaporated before this degree of concen- 
tration will be reached. | 

The maximum limit permissible is generally taken as 50 grains per 
gallon, although this would be too high unless the engine occasionally 
took water very much lower in non-incrusting solids. For example, 
in the case of an average engine, of which the boiler contains 2000 
gallons and the tender 6000 gallons, after the first tender of water was 
used, the non-incrusting solids in the boiler would have attained a 
concentration of 200 grains per gallon. Therefore, in judging the 
foaming or priming qualities of a boiler water, the service that the 
engine is performing, as well as the amount of non-incrusting solids in 
solution, must be considered. 


Scale- -forming Matter: 


A water containing less fas I5 grains per salion cee eae Good 
sp se | 15-20 grains per gallon...... Fair 
Ay “ ‘« 20-30 grains per gallon ..... Poor 
“oy oe ‘¢ 30-40 grains per gallon...... Bad 


over 40 grains per gallon, .... Very bad 


278 BOILING WATER 


CONVERSION OF “MILLIGRAMS PER KILOGRAM” INTO “GRAINS PER 
U. S. GALLON” OF 231 CUBIC INCHES 


Parts per Grains per Parts per Grains per Parts per Grains per 
Million. Gallon. Million. Gallon. Million. ~ Gallon. 
z 0.0583 36 2.1001 71 4.1418 
2 O.1107 7 37 2.1584 ny: 4.2001 
3 0.1750 38 2.2107 73 4.2584 
4 ©. 2333 39 2.2751 74 4.3168 
5 0.2017 40 2.3334 fi 4-3751 
6 0.3500 AI 2.3917 76 4.4334 
7 0.4083 42 2.4501 74, 4.4918 
8 0.4667 43 2.5084 78 4.5501 
9 ©.5250 44 2.5667 79 4.6085 » 
be) 0.5833 45 2.6251 80 4.6668 
II 0.6417 46 2.6834 81 4.7251 
12 ©. 7000 47 2.7417 82 4.7835 
13 0.7583 48 2.8001 83 4.8418 
14 0.8167 49 2.8584 84 4.QO01 
i 0.8750 50 2.9167 85 4.9585 
16 0.9333 51 2.9751 86 5.0168 
17 0.9017 52 3 -0334 87 5.0751 
18 I.0500 53 3.0017 88 5.1335 
I9 I. 1084 54 cieen 89 5.1918 
20 1.1667 55 3.2084 go 5.2501 
21 i 2250 56 3.2667 QI 5.3085 
22 1.2834 yg 3 2255 : Q2 5.3668 
23 1.3417 58 Veber 93 5.4251 
24 I.4000 59 3.4418 94 5.4835 
25 1.4584 60 3.5001 95 5.5418 
26 1.5167 61 3.5584 gir) 5.6001 
27 I.5750 62 3.6168 97 5.6585 
28 1.6334 63 3.6751 98 5.7168 
29 1.6917 64 37334 99 5-7751 
30 127500 65 3.7918 100 5.8335 
eG 
31 1.8084 66 3.8501 
32 1.8667 67 3.9084 
34 I.Q250 68 3.9668 
34 1.9834 69 4.0251 
35 2.0417 70 4.0834 


One U. S. gallon of pure water at 60° F., weighed in air at 60° F., at atmospheric 
pressure of 30 inches of mercury, weighs 58334.9+ grains. (Mason, Examination of 
Water.) 
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TABLE OF FACTORS FOR USE IN WATER ANALYSIS 
Given Required. | Factor. | Log. Given Required. | Factor. Log. 
Ca CaO 1.3990 | 0.1458 || Mg MgSO, 4.49049 | 0.6045 
CaCl. CaO ©.5055 | 9.7037 || MnO, MnCoO; 1.5080 | 0.1782 
CaO CaCO; 1.7840 | 0.2515 || Na NaCl 2.5420 | 0.4051 
CaO CaSO, 2.4260 | 0.3849 || Na NazCO3 | 2.3040 | 0.3625 
CaSO, Ca ©.2944 | 9.4690 |} Na Na,O 1.348 0.1296 
Cl CaCle 1.5650 | 0.1945 || NaCl Na 0.3934 | 9.5040 
Cl KCl 2.1030 | 0.3229 || NaCl Cl 0.6066 | 9.7829 
Cl NaCl 1.6480 | 0.2171 || NaCl Na,O 0.5303 | 9.7245 
Cl O 0.2256 | 9.3534 || NasCOs NazSO4 1.3410 | 0.1272 
CO: NazCO3 2.4080 | 0.3818 || Na,O Na 0.7420 | 9.8704 
Fe.0s3 FeCO; 1.4510 | 0.1615 |} NasO NaCl 1.8860 | 0.2755 
KCl K;0 0.6319 | 9.8006 |} Na,O NaeCO; 1.7100 | 0.2320 
KCl KeSO, I.1690 | 0.0676 || Na,O NapSO,4 2.2920 | 0.3601 
K,0O KsCOs 1.4670 | 0.1664 |} NasSOu Na 0.3238 | 9.5103 
K,0 K2SO4 1.8490 | 0.2670 || NaeSOu NaeCOs 0.7461 9.8728 
MgCoO; Mg 0.2885 | 9.4601 || NaeSOQ, Na,O 0.4364 | 9.63909 
MgO MgCo; 2.0910 | 0.3204 || SiO, COs 0.7298 | 9.8632 
MgO MgSO, 2.9850 | 0.4750 || SOs CaSO, 1.7000 | 0.2305 
MgO MgCl, 1.3430 | 0.1281 || SOs KeSO, 2.2960 |, 053377 
MgCl, MgO 0.7446 | 9.8789 || SOs MgSO, Ty 5030.1) Geiger 
MgSO, Mg 0.2020 | 9.3055 || SOs NaSO,g 1.7740 | 0.2401 


CHAPTER XXXIIT 
COAL AND COKE 


1. THE proximate analysis of coal and coke comprises determina- 
tions for MOISTURE, VOLATILE COMBUSTIBLE MATTER, FIXED 
CARBON and ASH. SULPHUR and PHOSPHORUS are sometimes required 
in addition. 

The results obtained for moisture, volatile combustible notre 
and fixed carbon depend to a considerable extent upon the particular 
plan of working adopted by the operator. While the usual methods 
are more or less conventional and arbitrary, there is as yet no uniform 
agreement as to details. The methods given below are those adopted 
in the report of the committee on coal analysis of the American Chem- 
ical Society.* 

2. Preparation of the Sample.—As soon as the coal or - coke is 
received, crush it sufficiently and quarter it down to about 100 grams. 
Grind this coarsely, about as fine as is possible with an ordinary coffee- 
mill. Transfer a portion of this sample at once to a tightly stoppered 
bottle for use in determining moisture. ‘ 

Grind 12 to 15 grams of the remainder moderately fine and transfer 
to a tightly stoppered bottle for use in determinations other than 
moisture. ae 

3. Moisture.—Dry 1 gram of the coal, uncovered, in a weighed 
porcelain or platinum crucible at 104°-107° C. for one hour, best in a 
double-walled bath containing pure toluene. Cool in a desiccator and 
weigh covered. Loss of toluene may be prevented by attaching a 
reflux condenser to the steam vent of the bath. 

With coals high in moisture and in all cases where accuracy is 
desired, determinations must be made both with the coarsely ground 
and with the powdered coal. When, as will usually be the case, more 
moisture is found in the coarsely ground than in the powdered coal, 
a correction must be applied to all determinations made with the latter. 

* Jour. Am. Chem. Soc., XXI, 1116. 
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The correction factor may be found as follows: Divide the difference 
in moisture by the per cent of other constituents than moisture, as 
found in the powdered coal. Multiply the per cent of each constituent 
as found in the powdered coal by the quotient, and subtract the 
resulting product from the amount of the given constituent. 


Thus, suppose the results of an analysis give: 
Coarsely Ground Powdered 


| Coal. Coal. 
DIRE ge ele ee tha ig feat Node cs oe 12.07 10.39 
Menara. comnustiblematters 0 J.2 M sss siaiak ee eens 34.25 


then the correction factor will be 


12.07 —10.39 1.68 
I00—10.39 89.61 


and the true per cent of volatile combustible matter will be 
34.25 —(34.25 X0.0187) =33.61. 


4. Volatile Combustible Matter——Place 1 gram of the fresh, 
undried, powdered coal in a 20- or 30-gram weighed platinum crucible 
having a tightly fitting cover. Heat over the full flame of a Bunsen 
burner for seven minutes. The crucible should be supported on a 
platinum or pipe-stem triangle with the bottom 6 to 8 cm. above the 
top of the burner. The flame should be fully 20 cm. high when burn- 
ing free, and the determination should be made in a place free from 
draughts. The upper surface of the cover should burn clear, but the 
under surface should remain covered with carbon. To find “ volatile _ 
combustible matter ”’ subtract the per cent of moisture from the loss 
found here. 

The term ‘ Volatile Combustible Matter”’ does not represent 
any definite compound or class of compounds which exist in the coal 
before heating. The method is arbitrary and the application of higher 
temperatures will expel more volatile matter. 

(Note.—I have found western lignites to suffer a serious methanol 
loss when subjected at once to the full heat of a Bunsen burner as 
directed above, the loss sometimes amounting to several per cent. 
To avoid this, with such coals, I proceed as follows: Heat the covered 
crucible over a Bunsen burner with the flame turned very low and not » 
touching the crucible. After heating for several minutes in this man- 


282 COAL AND COKE 


ner, increase the temperature very gradually and only as fast as the 
coal will permit without suffering mechanical loss. Finally, when the 
full power of the Bunsen flame is attained adjust it as directed above 
and continue the heating for five minutes. Cool in desiccator and 
weigh as usual.) 

s. Ash.—Burn the portion of powdered coal used for the deter- 
mination of moisture, at first over a very low flame, with the crucible 
open: and inclined, till free from carbon. If properly treated this 
sample can be burned much more quickly than the dense carbon left 
from the determination of volatile matter. It is advisable to examine 
the ash for unburned carbon by moistening it with alcohol. 

When the sulphur in the coal is in the form of pyrites, that com- 
pound is converted almost entirely into ferric oxide in the determina- 
tion of ash, and, since three atoms of oxygen replace four atoms of 
sulphur, the weight of the ash is less than the weight of the mineral 
matter in the coal by five-eighths of the weight of the sulphur. While 
the error from this source is sometimes considerable, the committee 
does not recommend such a correction for “ proximate ” analyses. 
When analyses are to be used as a basis for calculating the heating 
effect of the coal a correction should be made. 

6. Fixed Carbon.—This is found by subtracting the per cent of ash 
from the per cent of coke or residue left after expelling the volatile 
matter. Or, it is the difference between the sum of the other con- 
stituents determined and 100. Sulphur, which passes partly into the 
“volatile combustible matter ” and partly into the coke, is not con- 
sidered in the calculation. 7 

7. Coking Quality.—(Not included in committee’s report). The 
condition of the residue left in the crucible after the volatile matter 
has been expelled is a good indication of the coking qualities of a coal, 
and the latter may usually be reported as “‘ coking ” or “ non-coking ” 
accordingly. A better test, however, is to place a ee of the coal 
in the shape of small fragments in a clay crucible, cover the latter and 
expose to a strong heat ina muffle. Be careful not to fill the crucible 
too full, or the mass may swell up and displace the cover. When all 
volatile matter has apparently been expelled and the crucible is at a 
bright red heat, remove from the muffle and allow to cool with the 
cover on. When cold, examine the residue, and from its fused or 


unfused condition, its porosity or density, etc., decide as to the quality ~ 


of the coke. Of course this test is unnecessary with coals, such as 
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lignites, that give only a loose non-coherent residue in the platinum 
crucible after expelling the volatile matter. 

8. Sulphur.—This is determined by Eschka’s method as follows: 
Weigh 1 gram of the finely powdered coal into a platinum dish of 75- 
to 100-cc. capacity. Add 1.5 grams of an intimate mixture of 1 part 
dry sodium carbonate and 2 parts magnesium oxide. The magnesium 
oxide should be of a light and porous nature, not compact and heavy. 
Mix the coal and other constituents in the dish very thoroughly with a 
platinum spatula or glass rod. Now, holding the Bunsen burner in the 
hand at first, heat the dish very cautiously and raise the temperature 
very slowly, especially with soft coals. When the strong glowing has 
ceased, increase the heat gradually, placing the burner under the dish, 
until in about fifteen minutes the bottom of the dish is at a low red 
heat.* 

Stir the mixture occasionally with a platinum rod and when the 
carbon is completely burned allow to cool and transfer the residue to a 
beaker. Rinse out the dish into the beaker with about 50 cc. of water, 
add 15 cc. of saturated bromine water and boil the mixture for five 
minutes. Remove from the heat, allow the insoluble matter to settle 
and decant the solution through a filter. Treat the residue twice with 
30 cc. of water, bringing it to a boil each time, allowing to settle and 
decanting through the filter. Finally, transfer the residue to the filter 
and wash until the filtrate gives only a slight opalescence with nitric 
acid and silver nitrate. Add to the filtrate, which should have a 
volume of about 200 cc., 1.5 cc. of strong hydrochloric acid and boil 
the solution until the bromine is expelled. Now add to the boiling 
liquid 1o cc. of a ro per cent solution of barium chloride. This should. 
be added drop by drop, especially at first, with constant stirring. 
Allow to stand on a hot plate or over a low flame until the solution is 
perfectly clear, and then filter off the barium sulphate, washing with 
hot water until free from chlorides. Transfer the filter and moist 
precipitate to a weighed platinum crucible and heat with a low flame 
until the paper is burned. Finally heat to redness, cool in a desiccator 
and weigh the BaSOs. ‘The weight of the latter, multiplied by 0.1373 
will give the weight of the sulphur, from which the percentage may be 
calculated. 

To insure accuracy a blank determination should be made, using 


* To avoid possible absorption of sulphur from the {cameo gas, it is advisable to 
place the dish in a hole cut in a piece of asbestos board. 
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all the reagents in the same quantities and carrying out the entire 
process in exactly the same manner as with the coal. Subtract the 
weight of any barium sulphate found from that obtained in the coal 
test and calculate the true percentage of sulphur in the coal from the 
remainder. ~ 

If the coal contains much pyrite or calcium sulphate, some sul- 
-phur may still remain with the residue of magnesium oxide and ash. 
Dissolve this residue in hydrochloric acid in slight excess, dilute suf- 
ficiently, heat to boiling and precipitate as above with barium chloride. 
Filter off any barium sulphate obtained, ignite, and weigh as before, 
and add the weight to that of the main portion. The experiments of 
Geo. Steiger, under the direction of Dr. Hillebrand, demonstrate the 
necessity of always examining this residue; nine samples of coal 
showing from 0.032 to 0.114 per cent additional sulphur, where the 
total sulphur ran from 0.625 to 4.561 per cent. 

g. Error in Determining Volatile Combustible Matter.—Mead 
and Attix * call attention to the fact that while the above described 
method of heating over a Bunsen burner may be sufficient for soft 
coals it is quite inadequate for coke or anthracite, which require the 
heat of a blast-lamp to drive off all the volatile combustible matter. 
They further show that during this heating there is a considerable loss 
by oxidation. With coke and anthracite they therefore proceed as 
follows: Heat in an atmosphere of nitrogen, using a Shimer crucible, 
first over a Bunsen burner for several minutes and then over a blast 
for fifteen minutes. As an alternative method, giving nearly the same 
results, omit the atmosphere of nitrogen but make two similar heatings 
and weighings, using an ordinary covered platinum crucible. The 
loss in a series of several consecutive heatings after the first is shown 
to be practically a constant, and is due entirely to oxidation. There- | 
fore, deduct the loss sustained in the second heating from the loss in 
the first to obtain the loss due only to volatile combustible matter. 

This method is undoubtedly much more,satisfactory for coke and 
anthracite than the one given above, but as the results in any case are 
intended to be only comparative, it is perhaps not advisable to adopt 
it for ordinary work until there is some general agreement in the 
matter. 

10. Phosphorus.—Weigh 5 grams of the coarsely crushed coal or 
coke (2) into a platinum dish and burn completely to ash, preferably in 

* Jour. Am. Chem. Soc., XXI, 1137. t Jour. Am. Chem. Soc., XXT, 557. 
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a muffle. Transfer the residue to a beaker and digest with hydro- 
chloric acid for some time to dissolve the phosphorus compounds, then 
filter into an 8-oz. beaker, washing with water, and evaporate the fil- 
trate to dryness on a sand-bath or hot plate. Add to the residue in 
the beaker 25 cc. of strong nitric acid, cover the beaker and boil to 
about 12 cc. Now dilute with 12 cc. of water and filter, washing with 
water. Receive the filtrate in a 6-oz. flask. The total volume should 
not exceed 50 cc. Heat to 40°-45° C., add 60 cc. of molybdate solu- 
tion (see PHOSPHORUS, 7), previously filtered and heated to 40°-45° C., 
stopper the flask and shake for five minutes. Allow to stand in a 
warm place for fifteen minutes and then filter through a Gooch cru- 
cible that has been previously dried at 110° C. and weighed. Wash 
with a 2 per cent nitric acid solution till free from salts, and then twice 
with 95 per cent alcohol. Dry twenty minutes at 110° C. and weigh. 
The dried residue contains 1.63 per cent of phosphorus; therefore 
multiply the weight found by 0.0163 to obtain the weight of aN 
phorus in the amount of coal taken. 

Always test the filtrate with more molybdate solution, omitting 
the washings. 

11. Specific Gravity—In the matter of eae gravity, either one 
of two things may be required: 


1. The true specific gravity, or specific unone of the particles 

2. The apparent specific gravity, or specific gravity of the mass 
taken as a whole. 

Proceed as follows: 

Select a lump of convenient size, weighing, perhaps, from 10 to 
20 grams, and weigh it. Call this weight a. 

Place the piece in distilled water under a bell-jar and exhaust 
the air from the latter. Admit the air, carefully wipe off the surface 
of the coal, now saturated with water, and weigh again. 

Call the increase in weight, or weight of the absorbed water, 0. 

Now suspend the wet coal by means of a fine horse-hair and weigh 
it immersed in water. Call this weight c. 

Then, | 

a : , 
ae = true specific gravity, 
and 


ee =apparent specific gravity. 
a—(c—b) 
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12. Heating Value of Coal.—The heating value of a coal is usually 
expressed either in terms of British Thermal Units (abbreviated, 
B.t.u.), or in Calories (abbreviated to Cal.).. 

The British Thermal Unit is the heat required to raise the tem- 
perature of 1 lb. of pure water, at or near its temperature of maximum 
density, 39.1 F., through 1° F. : 

The Calorie is the heat necessary to raise the temperature of 1 
kg. of water from 4° C. to 5° C. 

1 B.t.u. is equivalent to 0.252 Calorie. 

t Calorie is equivalent to 3.968 B.t.u. 

To reduce B.t.u. per pound to Calories per kilogram, multiply by 
5/9. 

To reduce Calories per kilogram to B.t.u. per pound, multiply 
by 9/5. 

The heating value of a ean is most accurately determined by 
means of a coal calorimeter, and a fairly correct result may be obtained 
by calculation from an ultimate analysis. Descriptions of both these 
methods may be found by consulting the standard authorities, but are 
omitted here as beyond the present scope of this treatise.* Attempts 
have been made to calculate the heating value of a coal from the 
results of its proximate analysis, and the following formulas are given 
as sufficiently accurate for rough heat calculations. 

13. Formula of F. Haas (West Virginia Geol. Survey). 

_ B.t.u. per pound =156.75 (100 —per cent ash —per cent sulphur — 
per cent moisture) + (40.50 per cent sulphur). | 

Calories per kilogram =87.1 (100 —per cent ash —per cent sulphur 
—per cent moisture)+(25.50 per cent sulphur). 

14. Goutal’s Formula. | 

82C-+aV =calories per kilogram. 

C=Fixed Carbon, V =Volatile Constituents, @ is a variable ~ 
factor dependent upon the Volatile Cone iene Vi, of the pure 
(water- and ash-free) coal. (0 

ae Vx TOO 
C+V 


15. The following table gives the values of a corresponding to 
values of V; from 1 to 4o. 


* See Chemical Engineer, Vol. I, pp. 1-98, for a clearly written article. 
t Jour. f. Gasbeleuchtung u. Wasserorgung, XLVIII, 1006. 
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Fue 150 i 304, £40. 1) 10 | IPs |) ar | 108 20 -202° |) 3x°| ‘07 || 360.1° OF 
5 | 145 ¥i 1-207 ry 1 E23 22.1 TO? Re) 16 23 | Orr tay 88 
6] 142 Fase, kads jf -tH) 1. TL24i 22,1 TOK 28 | 100 33 | 96 || 38 | 85 
7} 139 || 13 | 122 Ig | IO || 24 | 104 29 99 34] 95 || 39 | 82° 
8 | 136 14 | 120 20 | I09 4571" 303 30 98 35 | 94 || 40 80 
9 | 133 15 | 117 . 


16. As an example of how the results obtained by the above for- 
mulas compare with that of the bomb calorimeter, the following 
instance is given: 

Proximate Analysis of Coal 


Moisture..... papi lector ibe afer Na pl 1.460 
UE EE Gs Set entra yee oe tne BN eels cae 10.880 
CIC EO gta pec ha cette er ahd ot aie 81.535 
Ha El eae ep BA Be eile or eerie pean rie Ne ae 2525 

TOO .000 
oA iN) 21118 0 eee Oy Pana cA ge ERIN so Ee ea 0.807 


Calories per kilogram determined by calorimeter, 7778. by Haas’s 
formula: 


87.1 (100 —6.125 —0.807 —1.46) + (22.5 X0.807) =7909 cal per kilo. 


By Goutal’s formula: 
10.88 X 100 


* 81.535-+10.88 =11.78 
From the table we find that with Vi equal to 11.78, a=124.7 


Then, 
82 (81.535) +124.7 (10.88) =8068 Cal. per kilo. 


awe 
er 


CHAPTER XXXIV 
TESTING CRUDE PETROLEUM 


OwINc to frequent discoveries of petroleum in new districts, the 
technical chemist is liable to be required to test and compare samples 
with a view to determining their commercial value. The following 
tests will usually suffice: | 

1. Preliminary Note.—The sample as received is likely to contain 
water, either because the original flow was mixed with water, or 
because the containing vessel was rinsed out with water and not sub- 
sequently dried. Therefore, allow the sample to stand for some time 
and settle out as much as possible before beginning the tests. | 

2. Specific Gravity——This may be taken with the hydrometer if 
there is a sufficient quantity of the oil at hand. Fill the hydrometer 
jar about four-fifths full and introduce the hydrometer carefully so 
as not to smear the stem with oil above the point to which it would 
naturally sink. The hydrometer to employ is the “‘ Standard Baumé 
Hydrometer for Coal Oil.”” Hold a piece of white paper back of the 
jar and note the point where the lower portion of the meniscus touches 

the scale. Also take the temperature of the oil and subtract 1° 
- Baumé from the hydrometer reading for every increase of 10° F., or 
5.5. C., above 60° F., or 15.5° C. The specific gravity may be found 
by comparing the hydrometer reading with a table (see p. 329), or by 


the formula —“*3_., 
“ea34.3+B° 7 | 
If the quantity of oil is too small for filling a hydrometer jar the 
specific gravity may be taken with a 1o- or 25-cc. picnometer. The 
picnometer should be tested with water at 15.5° C. and then with 
the oil at the same temperature. , The weight of the oil divided 
by the weight of the same volume of water, both at 15.5° C., will 
give the specific gravity at this temperature. 
3- Distillation Test, Engler’s Method.—Arrange a fractional dis- 
tillation-flask with a side tube and Liebig condenser as in the figure. 
288 | 


“'B° ” is the reading Baumé. 
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The apparatus should be approximately of the dimensions shown. 
If possible, have the side tube long enough to permit of bending the 
outer end downward so as to fit into the vertical condenser. When 
this cannot be done without bringing the condenser and receiver too 
near the flame, use a properly bent glass tube as an extension. The 
joints may be cork, or strips of cotton cloth moistened with glycerin 
wrapped around and wound 
tightly with small string. Rub- 
ber will not answer so well, as 
it is acted upon by the hot 
vapors and may swell up or split. 
A Bunsen burner or alcohol lamp 
may be used for heating. <A 
piece of wire gauze may be 
placed under the flask at first 
and afterward removed and the 
naked flame employed as a 
higher temperature is required. 
The flame should be screened to 
protect it from draughts. 

4. By means of a graduated 
pipette, place roo cc. of the oil 
in the flask and then arrange a 
thermometer, graduated to 400° 
C., inserted through a cork in 
the top of the flask, so that the 
top of the bulb is about opposite 
the junction of the side tube and 
neck of the flask. Heat the oil. 
so that it distills as nearly as 
possible at the rate of 2 to 
2.5 cc. per minute. As the 
temperature rises above 100° C. be watchful for water in the oil. 
Water is apt to cause sudden violent bumps when it collects 
under the oil. It also evaporates, and a portion condenses in a 
drop on the thermometer bulb. When this drop falls back 
into the hot oil it is liable to cause a small explosion and perhaps 
spoil the analysis. It is best to heat very cautiously at first, and, 
if water appears on the bulb, to remove the thermometer and absorb 


Fic. 21. 
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it with filter-paper.* Oils with but little naphtha are apt to give 
the most trouble in this respect, as they may become very hot and 
dangerous before the thermometer in the neck shows much rise, and 
if a drop of water then falls back a violent burst of steam is the result. 
Continue the heating until the thermometer indicates‘a temperature 
of 150° C. Collect the distillate in a 50-cc. cylindrical graduate. 
When a temperature of 150° is reached, remove the lamp a moment so 
that the temperature will drop back 20°, then replace it and again heat 
to 150°. Repeat these operations until no appreciable additional dis- 
tillate is thus obtained. Read the number of cubic centimeters in the 
graduate, quickly pour out the oil and replace the graduate again. 
Now increase the heat so that the thermometer gradually rises to 200° 
and then repeat the cooling and heating as before. Measure the 
fraction thus obtained and then increase the heat similarly to 250° and 
300°,+ and then above 300°, until nothing but coke remains in the 
flask. The distillate up to 150° is called naphtha. The next three 
portions are illuminating oils, the fractions obtained showing the .- 
proportions of the different grades. The distillate coming off above 
300° is called lubricating oil, and what is finally left in the flask con- 
stitutes the residuum and coke. The distillation is usually carried as 
far as possible. 


EXAMPLE SHOWING TABULATION OF RESULTS 


Specific gravity of the crude oil at 60° Fahr., 0.841 


Temperature of Distillation. Per Cent. of Product. Nature of Product. 
eo wen ACRE a hla eecue tee - 28.5 Naphtha 
wi Dacia & oq cReNee ae : 

Sous 2-5) Total wee 

200 DCO us tha lie ees ae shee ' Jiluminating-oils 

TY: © 66 ° i 66.5 

250 OG a sige eat ts Ae 41.0 ‘- 
PRE 300 ~My s/o ecye\c kn Dee ee 2.0 Lubricating-oil 
MMeCISG:, «oR cigs ete coeds ate Biers eae Ue hae BuO a he Coke 


100.0 


* A safer plan is to lower the thermometer so that the bulb is immersed in the liquid, 
until a temperature of, say 120° C. is attained, occasionally agitating the flask until all 
water is expelled. Then raise the thermometer to its proper place and proceed as described. 

} I have found it best, at this point, to stop the flow of cold water and cautiously 
heat that standing in the condenser, with a soft flame, so as to prevent subsequent products 
from thickening or solidifying in the tube. 
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DISTILLATION OF OIL SHALE * 


The following is the ordinary method employed at the Colorado 
School of Mines for the preliminary testing of oil shales, oil being the 
primary consideration. The conditions of the distillation are easy 
to maintain and duplicates check closely. While the results may be 
regarded as only approximately correct, they nevertheless serve as a 
reliable basis of comparison between different shales and thus satis- 
factorily answer the purpose for which the apparatus was designed. _ 

Referring to the diagram, the retort A is constructed from a piece 


Fic. 22. 


of ordinary 3-in. iron pipe, 2 in. long and threaded at both ends. 
Both ends are capped, but with this difference: the lower cap is tightly 
screwed on the usual threads, while the threads on the upper end of the 
pipe are continued downward sufficiently to allow the cap to be screwed 
completely down until the top meets the pipe. This cap should screw 
easily on and off by hand. The distance between the edges of the two 


* A, H. Low, School of Mines Quarterly, April, 1921, 
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caps, when in place, should be about § in. The capacity of the retort 
is gauged to easily hold 241 grams of most shales when crushed to 
1-in. size. A short tube and elbow are fitted in the upper cap, from 
which the }-in. gas pipe L runs downward for about 15 in. at an angle 
of about 20°. The gas pipe is joined by a rubber connector to the 
glass tube H, about 11 in. long. This tube, in turn, similarly con- 
nects with a tube running through a closely fitting rubber stopper 
into the graduated cylinder B. For ordinary shales this is a roo-cc. 
graduate. The condenser C has a small tin or lead pipe D passing 
loosely through its entire length. This pipe is about { in. external 
diameter and is open at both ends. ‘The upper end is bent slightly 
_ toactasasupport. Lisa 1o-cc. graduate, fitted with a rubber stopper 
through which passes the stem of a small Gooch funnel. The exit 
tube from this funnel connects with the absorption bulbs F, and they in 
turn connect by the rubber tube G with the carboy J, which is nearly 
filled with water. The tube M runs from the bottom of the carboy 
as shown, and has a piece of rubber tubing attached to the outer end. 
The entire tube is filled with water at the outset and closed at the end 
by the pinch cock J. K isa 1000-cc. graduate. The retort is entirely 
surrounded by a shield of thin asbestos board. The necessary slit in 
the piece covering the top affords sufficient draft. ‘The bottom piece, 
which rests on a large ring of a ring stand and supports the whole, 
has a large hole in the center for the burner flame. The heat is sup- 
plied by one or more Bunsen or other burners, sufficiently powerful 
to eventually heat the retort to a dull red. «The retort may be sup- 
ported by a large ring-stand with a suitable clamp attached near the 
retort in the pipe L. | 

Have the apparatus, with the exception of the retort, assembled 
_as shown, the carboy being nearly filled with cold water, the siphon 
tube full and the pinch cock closed. Have about 20 cc. of about one- 
fifth normal sulphuric acid in the absorption bulbs, slightly tinted with 
methyl orange to be certain that the acid ‘is not entirely neutralized 
during the distillation. Cold water should flow through the condenser 
from start to finish. The retort with its attached pipe L is now ready 
for charging. Have the dry shale crushed to about 4 in. size. Weigh 
241 grams into the retort and screw down the cap as far as it will go, 
but not tightly, or it may be impossible to unscrew it by hand after 
the distillation. Fill the narrow space between the two caps with 
““Engineer’s No. 1, Smooth On” cement, or other suitable lute. 
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Smooth On cement will soon set and there is little danger of leaking, 
even though the upper cap be not screwed down firmly. Now put 
the retort and asbestos shields in place and then open the pinch 
cock J and see that there is no leakage anywhere. The rubber tube 
to which the pinch cock is attached is shown hanging straight down- 
ward in the diagram. At the outset the lower end should be raised 
on a suitable support, to considerably lessen the pull of the siphon. 
As the distillation proceeds the end should be gradually lowered. 
The entire overflow from the carboy is caught and measured. When 
all is ready, begin heating the retort with a single burner turned on 
full. Continue this until the oil begins to come over. Now watch 
the operation closely. . As long as no yellowish fumes appear in the 
cylinder B, all is well. Do not mistake steam for these fumes, how- 
ever. As the distillation proceeds, the heat may be gradually in- 
creased, and a second or third burner may be added, but whenever 
yellow fumes begin to appear the heat must be at once diminished 
until they cease. The yellow fumes are the warning signal of over- 
heating. When near the end, however, a strong heat is necessary to 
obtain the last portion of oil, and yellow fumes are then usually 
unavoidable. The operation is ended when no more gas bubbles 
through the absorption bulbs. The lower half of the retort should be 
of a dull-red heat. Oil usually stops coming over some time before the 
gas ceases. | 

When the operation is finally finished, close the pinch cock J and 
immediately separate the tubes Z and H. Read the cubic centi- 
meters of oil and also of water in the cylinder B, and the oil in the small 
graduate H. The amount in the latter should be very small, even 
negligible. Each cubic centimeter of oil or of water represents 1 gal. 
per ton of shale, when 241 grams of shale are taken for the distillation. 
Now run a little hot water through the glass tube ZH into the cylinder, 
and also similarly through the condenser. ‘This is to recover any 
ammonia compounds on the walls. Disconnect the cylinder B and 
transfer the contents to a separatory funnel. After the separation, 
run the water into a beaker and wash the oil twice with warm water 
without shaking, running the wash water into the same beaker. Add 
the contents of the absorption bulbs and determine the ammonia in 
the total by the Kjeldahl method, finally titrating with N/5 normal 
H2SO4. When 241 grams of shale are used for the distillation, each 
cubic centimeter of N/5 H2SOx required is equivalent to 0.10954 lb. 
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of ammonia sulphate (NH4)2SO. per ton of shale. The volume of 
water that has overflowed from the carboy is equal to the volume of 
permanent gases evolved from the shale. This volume in cubic 
centimeters multiplied by 0.1329 equals the yield of permanent gases 
in cubic feet per ton of shale, when 241 grams have been taken for the 
distillation. | 

When the distillation is made for oil only, the absorption bulbs and 
carboy are, of course, omitted and the operation is ended when the oil 
ceases to come over. 

Among the advantages of the above retort are its freedom from 
leakage and the ease with which it can be dismantled. When cold, 
the cement can be quickly loosened with a hammer and the top 
unscrewed by hand. It is constructed from materials easily obtained, 
the iron pipe and caps being of standard sizes. 

The tin or lead pipe running through the condenser adds greatly 
to the condensing effect, the arrangement catching much of the mist 
that would ordinarily escape. Some of this mist inevitably escapes 
the condenser, most of which, however, is recovered as oilin E. As 
the condenser is placed at the. exit of the cylinder B, instead of 
between the retort and cylinder, it does not become clogged with 
heavy products requiring subsequent warming to remove them. The 
pipe Z remains hot enough to prevent accumulation of these products, 
and if any are seen in the glass tube H they are easily removed by the 
short application of a flame. 
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DETERMINATION OF ANTIMONY AND TIN IN BABBITT TYPE 
METAL AND OTHER ALLOYS 


The following process.* found generally applicablesto alloys and 
to the sulphides of antimony and tin, either in the solid state or in 
proper solution, claims nothing in particular as original, except the 
direct determination of the antimony and tin in one portion of the 
alloy without separating the other ingredients, and the titration of 
antimony and tin when both are present in solution. The direct 
titration in an alloy without separation of the other ingredients may 
not be applicable in all cases, but it is in most cases, and where it is 
not the sulphide separation mentioned below is made use of, and the 
sulphides treated in almost the same way as the original alloy. If 
other metals, beside tin and antimony, are to be determined, Rossing’s 
method given below gives a good, quick separation, but the antimony 
and tin are determined by direct titration, if possible, in another por- 
tion of the alloy. 

Where only antimony and tin are sought, the alloy may be decom- 
posed by nitric acid, by sulphuric acid, or by a mixture of sulphuric 
acid and potassium sulphate. Where possible, sulphuric acid alone 
is used. If nitric acid is first used, it must subsequently be expelled 
by boiling with sulphuric acid, and after the nitric acid is expelled, 
some tartaric acid and some potassium sulphate must be added, and 
the melt heated till all carbon has been oxidized. This leaves the 
antimony and tin in the proper state for the titrations. 

The two standard solutions required are an N/1o potassium 
permanganate, and an N/ro iodine solution. For antimony deter- 
mination,. the permanganate solution should be standardized by 
C. P. antimony or tartar emetic (anhydrous) of the proper composi- 
tion. If properly done, these standards will agree, and both will 
agree with a standardization made with. oxalic acid in the regular 
way. Always standardize with antimony or its compounds by heating 
with sulphuric acid, diluting and adding the same amount of hydro- 
chloric acid as is used with the alloy.. In this way correct results are 
insured. The iodine solution is compared with a solution of sodium 
thiosulphate of known value. 

From o.5 gram to 1 gram of the finely divided alloy is taken. 


* Method of W. H. Low, Jour. Am. Chem. Soc., XXIX, 66. 
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As the method is in general the same, the standardization of the per- 
manganate will be described together with the subsequent titration 
of the tin. | 

Place 0.1202 gram of finely powdered C.P. antimony (=0.3234 
gram tartar emetic) and 0.1190 gram of tin in a 450-cc. Jena glass 
Erlenmeyer flask and add about tro cc. of strong sulphuric acid (free 
from chlorine compounds); 3-4 grams of potassium sulphate are some- 
times used and can be added here. Heat till the metals are all in 
solution (or the alloy thoroughly decomposed) and all separated sul- 
phur has been boiled out of the flask. All sulphurous acid will also 
be expelled by this time. Do not drive off all free sulphuric acid, but 
have enough left to keep the melt from getting hard on cooling—say 
about 7-10 cm. These operations take only a few minutes. Cool 
and add 50 cc. of water and 1o cc. of strong hydrochloric acid and heat 
to get all possible in solution. Large quantities of lead sulphate, even, 
will dissolve, and the solution will become clear. However, the 
object is to get the antimony and tin in solution, and this is all that is 
necessary. With the quantity of antimony taken, no tartaric acid 
is necessary, but with larger quantities a few grams of tartaric acid 
must be added. Tartaric acid has no effect on either titration. 
Some stannic compound with sulphuric acid may go into solution 
with some difficulty, but no attention need be paid to it here, as it will 
dissolve when we get through with the antimony, if not before. Cool 
the solution and add about 110 cc. more of water and 25-30 cc. 
more of strong hydrochloric acid. (With small amounts of Sb, as in 
solder, a total of 20 cc. strong HCl in total volume of 200 cc. appears 
enough.) Thoroughly cool this mixture and proceed to titrate with 
permanganate. Add the latter till the last drop colors the whole 
solution pink. The end-point is sharp, but the color may not remain 
long, owing to the large quantity of hydrochloric acid present. If 
less hydrochloric acid were present, say ro cc. in the total volume of 
200 cc., the end-point would be sharp, but would apparently occur 
at about 19.60-19.70 cc. instead of 20.00 cc., as it should. The true 
- end-point under these circumstances is troublesome to find. But 
even an incorrect end-point may give good results, if the solution has 
been standardized in exactly the same way. The determination of 
the antimony or standardization of the permanganate is now finished 
and the tin is the next consideration. The titrated solution contains 
antimonic chloride and stannic chloride, besides other things of no 
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particular moment. Pour this solution into a 500-cc. round-bottom | 
flask and rinse out the Erlenmeyer flask with about 50 cc. of strong 
hydrochloric acid and add washings to main solution. The main 
solution should be at least one-fifth by volume of strong hydrochloric 
acid (the regular strong C.P. acid). Add about 1 gram of finely 
powdered C.P. antimony * and place on the steam-bath for about 
- fifteen minutes, shaking once in a while. Next remove from the bath 
and connect with an apparatus capable of giving a rapid current of 
carbon dioxide. The connection is made by means of a cork carrying 
two tubes. The first dips below the surface of the solution in the flask — 
and the second or outlet tube is bent downward and the end dips 
slightly below the surface of some water or mercury. ‘This allows any — 
tendency to back pressure to be instantly detected. While passing 
a rapid stream of gas, heat the contents of the flask to boiling, using 
a naked flame, but taking care to heat the sides of the flask and avoid 
directly heating the bottom. ‘This is because the antimony lies on the 
bottom and the flask might be cracked by unequal heating in con- 
tact with solution. Boil 2-3 minutes after the liquid commences 
to boil. Cool quickly by surrounding the flask with cold water and 
take care that the current of carbon dioxide is strong enough to pre- 
vent back pressure due to sudden condensation. When cold, loosen 
the cork somewhat and introduce 5 cc. of good starch solution, and then 
withdraw the flask gently so as not to allow air to enter by forming 
currents. Cork quickly and take to the burette. Introduce the spit 
of the burette far down into the neck of the flask and, rotating the 
latter gently, run in or drop in N/1o iodine solution. Towards the 
end the starch blue will appear and remain mostly in the middle por- 
tion of the solution, requiring stronger agitation to. mix with the rest 
of the solution. This causes the metallic antimony in the bottom 
of the flask to become stirred up and slightly obscure any slight blue 
tint. For this reason the titration is continued till the last drop gives 
a strong blue to the whole solution, and then we deduct about 0.05 
cc. from the burette reading. Do not fear that the end-point will not 
be recognized within one drop or less. . It is unmistakable with good 
starch solution, and no doubtful ending should be taken. With correct 
solutions, etc., the titration should have taken just 20.00 cc. Mix- 
tures of C.P. antimony and C.P. tin (allowing for 0.10 per cent impuri- 
ties found to be present) give exact results. No trouble has been 
* Cf. Ibbotson and Brearley, Analyst, 1902, 25. 
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found in titrating tin correctly with iodine. Objections to this 
method may be founded from accepting C.P. tin as actually nothing 
but tin, while most of it contains impurity. | 

To test tin or antimony for impurity, a quick method, of consid- 
erable accuracy, is to take about 0.5 gram in a porcelain boat, place 
in a combustion tube and pass a slow current of dry chlorine or dry 
hydrochloric acid gas. The tin or antimony is quickly volatilized 
and lead, copper, iron, etc., remain mostly in the boat. Displacing 
the chlorine with carbon dioxide and then heating in a current of 
hydrogen reduces the chlorides left in the boat to metal, and their 
weight can be deducted from the original metal, or the percentage 
determined. ‘This is not strictly accurate, as on first heating in hydro- 
gen there is a slight volatilization of some of the chlorides. 

In the case of an alloy, a good qualitative analysis should always 
be made, unless the approximate composition is known. If there are 
no interfering metals, the alloy is decomposed and the antimony and 
tin titrated, as shown above, without removing the lead sulphate, 
copper sulphate, etc. Lead in large amount does not interfere. 
Theoretically, any amount of copper should not interfere, and prac- 
tically small amounts are known to cause no trouble, while large 
amounts have not been present in the tests made. Should the alloy 
contain iron in any quantity, there might be some danger of ferrous 
sulphate being left after boiling with sulphuric acid. This difficulty is 
overcome by decomposing the alloy with nitric acid, as usual, boiling 
off most of the nitric acid, adding about 10 cc. of sulphuric acid and 
3-4 grams potassium sulphate, boiling to complete expulsion of the 
nitric acid, and then adding a little tartaric acid or other organic 
matter, and after the carbonization, continuing the boiling till all 
organic matter has been destroyed. This will always leave the anti- 
mony and tin in the “ ous” and “ic” states, respectively.* From 
this point, the determination is carried on in the manner described 
above. Where the antimony and tin have been separated from the 
other metals by means of alkaline sulphides, the details of operation 
depend on whether the decomposition of the alloy was made with 
aqua regia or with sulphuric or nitric acid. It will be assumed that the 
alloy has been dissolved in aqua regia and the tin and antimony are 
in solution combined with alkaline sulphides. Add slight excess of 
culphuric acid and heat gently to precipitate the sulphides of antimony 

* A. H. Low, Jour. Am. Chem. Soc., XXVIII, 1715. 
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and tin. Filter, preferably through a 60 mm. Witt’s plate and an 
S. & S. white ribbon filter No. 589, and wash the precipitate on the 
filter with dilute hydrogen sulphide water containing enough ammo- 
nium acetate to prevent stannic sulphide from giving a turbid or opal- 
escent filtrate. After washing somewhat, test each sueceeding’ 10-20 
cc. of filtrate by boiling off the hydrogen sulphide, acidifying with 
- nitric acid and adding three or four drops of silver nitrate solution. 
The last filtrate should be entirely free from chlorine, as shown by this 
test. With a Witt’s plate of 60 mm. diameter, this is quickly accom- 
plished. The residue on the filter and the filter itself may now be 
placed in a 450 cc. Jena glass Erlenmeyer flask, 3-4 grams potassium 
sulphate added and 10-20 cc. strong sulphuric acid, and the whole 
mass boiled till all organic matter has been destroyed and the anti- 
mony and tin are present as sulphates, while there are not over 10 cc. of 
free sulphuric acid left in the flask. As organic matter is not really 
necessary in this operation, and it takes some time to oxidize the filter 
paper, the precipitate on the filter can be handled differently, if some 
alkaline sulphide, free from chlorine compounds, is available. This 
desideratum will probably be found best in ammonium sulphides or 
poly-sulphides, as the best C.P. by alcohol caustic soda contains 
enough chloride to cause some loss of tin. The precipitate is washed 
from the filter into the flask with as small a quantity of water as pos- 
sible. What remains on the filter is dissolved off with alkaline sul- 
phide free from chlorine and the solution added to the flask. Enough 
alkaline sulphide is now added to the flask to,dissolve the sulphides of 
antimony and tin on warming. When this is accomplished, acidify 
with sulphuric acid and then add about 10-15 cc. in excess and 3-4 
grams potassium sulphate and boil down to sulphuric acid fumes and 
till all sulphur has been expelled and the antimony and tin remain 
only as sulphates. The final amount of free sulphuric acid left should 
not be over 1occ. ‘Tin tends'to form a stannic sulphate, very insoluble 
in strong sulphuric acid, but subsequent heating and boiling in the 
presence of hydrochloric acid dissolves it. The boiling with strong 
sulphuric acid and destruction of organic matter is carried on easily 
and quickly over a naked flame of good heating power. The Jena 
glass Erlenmeyer flasks stand the operation very well, and none have 
cracked. ‘The flask is generally held in the hand by means of a clamp 
(Chaddocks’ clamp with rubber removed is very good) and rotated to 
insure even heating. In this way the sulphuric acid may be com- 
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pletely driven off, leaving a melt of acid potassium sulphate, and the 
flask will not break. If there is any doubt that the antimony does not 
exist in the “‘ous”’ condition, a little tartaric acid or other organic 
matter may be added and burned off by boiling. The antimony and 
tin now exist as sulphates and the procedure is the same as in the 
standardization of the permanganate. 

This method for the sulphides of antimony and tin is in every 
way much more satisfactory than the gravimetric separation and 
determination, and takes little time. 

Mixtures of C.P. antimony and tin (allowing for any impurities) 
give exact results. An alloy run through recently gave the following 
results. Qualitative analysis showed the metals indicated to be the 
only ones present, except in minute traces. 

Li 5 UN a 74.19 Alloy dissolved in aqua regia, alkaline sulphide sepa- 


ration, lead separated from copper as sulphate 
in presence of alcohol. Two determinations 


checked. 

PU ONT I a eats ae 15.44 Alloy boiled with sulphuric acid and antimony 
titrated direct, as in standardizing perman- 
ganate. 

Pe eR ae aa te ree eo ai 9.88 Determined in same solution, after the antimony. 

Lt 1 ee 0.44 Determined after the lead, driving off alcohol and 

| determining by A. H. Low’s iodide process. 
Check test. 
Le appanean a nee trace 
99-95 


If arsenic were present, it would interfere with the antimony titra- 
tion or be counted as antimony. It may easily be removed. | 

It is often stated that the titration of tin with iodine gives slightly 
low results. Experience with the above method has given confi- 
dence that the results for tin are exact, if the conditions are observed. 
Tin may be lost somewhere in the process, but all that remains is 
surely indicated by the titration. 

Method of A. Rossing for Separation of Sulphides.*—In this 
method the alloy is dissolved in a minimum of aqua regia, a little 
potassium chlorate being used to insure complete oxidation. After 
some dilution, a little tartaric acid is added, the solution almost 
exactly neutralized. with sodium hydroxide solution and a sufficient 
quantity of colorless sodium hydrosulphide, NaSH, added to precip- 

* Jour. Soc, Chem. Ind., 1902, ror. 
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itate copper, lead, etc., and to retain all the antimony and tin in solu- 

tion. By using a gentle heat and with enough sodium sulphide, the 

antimony and tin will go into solution. Filter, washing the residue 

with hot dilute sodium sulphide solution. Test the final washings 

by acidifying them, to make sure of the removal of all‘the antimony 
and tin from the residue. 


SULPHUR DIOXIDE METHOD FOR DETERMINING COPPER 
MINERALS IN PARTLY OXIDIZED ORES* 


A survey of the status of present laboratory practice brought out 
the need of a correct and rapid method for the selective determination 
of the quantity of copper in the sulphide form, on the one hand, and 
of that in the form of combined oxides, carbonates, silicates, and native 
or metallic copper, on the other hand, in partly oxidized ores and in 
mill products from these ores. Such a method is necessary for con- 
trol determination on flotation mills treating sulphide ores, and also 
on lixiviation works using either acids or alkalies as the active solvent 
for the copper in oxidized and in Soe form. For convenience, such 
copper is termed “ oxidized copper.” 

Procedure.—Place 2 grams of pulp, ground to a fineness of 100 to 
150 mesh, in a bottle, and 100 cc. of a 3 per cent solution of sulphur 
dioxide. Seal the bottle and agitate by rolling for one-half to two 
hours. Filter; wash the residue with sulphur dioxide solution; add 
the washings to the filtrate, which will contain in solution all oxides, 
carbonates and silicates of copper, and all metallic-copper. Add 5 to 
to cc. of nitric acid and boil down to 20 cc. Dilute with distilled 
water to 150 cc. and determine the copper by the electrolytic method 
in the usual way. 

The residue from the filtration contains the unaltered and undis- 
solved copper sulphides. In the experimental work the copper present 
as sulphide was separately determined, in order to check the deter- 
mination of oxidized copper. Ordinarily this step would not be 
necessary. In analyses of the low-grade porphyry copper ores of the 
Southwest, the sulphides may be readily decomposed and all the cop- 
per dissolved by proceeding as follows: To the residue, add 5 cc. of 


* Barneveld and Leaver. -U. S. Bureau of Mines, Technical paper, 198. 
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sulphuric acid and to cc. of nitric acid and boil until dense white fumes 
appear. Add 5 cc. of nitric acid and dilute with distilled water to 150 
cc. Determine the copper by the electrolytic method. This method 
of determining copper in the residue is not suited for heavy sulphide 
ores containing interfering bases, and for such ores standard methods 
should be used. 

Preparation of Solution.—Although sulphur dioxide solution (sul- 
phurous acid) may be readily purchased, it is decidedly unstable; 
hence the solution should be prepared in the laboratory as needed. 
Small quantities are easily made by adding moderately strong sul- 
phuric acid to scrap copper tinned on one side; the resulting sulphur 
dioxide gas is absorbed in water. For continuous work it is better 
to purchase liquid sulphur dioxide in steel cylinders and drums, which 
are obtainable in sizes ranging from 6-lb. to 200-lb. capacity. In the 
first experiments at the Tucson station the sulphur dioxide gas was 
introduced directly into the bottle containing the water and pulp. 
Much loss of gas resulted and the procedure was otherwise unsatis- 
factory. 

Later the simple apparatus shown in Fig. 23 was evolved. A 
vertical absorption tower a, 42 in. long, made of #-in. to 1-in. glass 
tubing and filled with broken hard-burned fire clay, is set between 
two glass bottles 6 and d, of 3 to 5 gals. capacity, the bottle b being 
placed about 5 ft. above the other bottle. This tower is open at the 
top and sealed at the bottom with a plug of sealing wax e, through which 
two small glass tubes extend. The upper bottle 6 contains distilled 
water, which is siphoned into the upper end of the absorption tower, 
the flow being regulated by a stopcock f. A cylinder c (capacity 6 to 
50 lbs.), containing liquid sulphur dioxide, is connected to one of the 
glass tubes extending into the absorption tower. On opening the 
valve of this cylinder the liquid sulphur dioxide issuing from the valve 
is gasified by the reduction in pressure and passes into the tower, 
where it is absorbed by the water from bottle b, converted into sul- 
phur dioxide solution of the desired strength and caught in the stock 
bottle d. | | 

This apparatus gives entire satisfaction. With little attention, a 
3 per cent solution of sulphur dioxide may be produced at the rate of 
3 liters per hour. The cylinder containing liquid sulphur dioxide 
indicated in the sketch may be replaced with an SOog gas 
generator, 
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Strength of Solution and Time of Contact.—Considerable variation 
as regards strength of solution and time of contact will be necessary in 
treating different ores from different localities. In general, for por- 
phyry copper ores a solution containing 3 per cent sulphur dioxide 


solution 


Fic. 23.—Apparatus for Preparation of Sulphur Dioxide Solution: a, absorption 
tower; 0, distilled water bottle; c, container for liquid sulphur dioxide; d, bottle for 
sulphur dioxide solution; e, plug of sealing wax. 


should be used. With some ores much weaker solutions, containing 
as low as 0.75 per cent sulphur dioxide, will do the work. Merely 
introducing the pulp into the solution, shaking the bottle for a few 
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minutes, and letting it stand, will not dissolve the copper; constant 
agitation is essential. For a small number of tests a bottle-agitating 
machine will give satisfactory results. For analytical work, where 
large numbers of samples are run, as in a mine laboratory, a-bottle-: 
rolling machine will be found more satisfactory, not only for this pur-: 
pose, but for all solutions requiring constant agitation. The time of 
contact necessary to completely dissolve the oxidized copper minerals 
was found to vary from one-half to two hours. Most of the ores and 
products tested gave complete recovery in half an hour, and the most 
refractory ores yielded in less than two hours. : 

Testing Strength of Solution.—To determine the strength of the 
sulphur dioxide solution, the following adaptation of a well-known 
reaction is recommended. -It is based on the fact that introducing 
either weak or concentrated sulphurous acid into a solution of iodine 
will result in the complete oxidation of the sulphur dioxide. 

Prepare an iodine solution by dissolving 16.8 grams of potassium 
iodide in distilled water, adding 8.4 grams of pure resublimed iodine, 
and shaking until the iodine is completely dissolved. The more con- 
centrated the potassium iodide solution, the more readily will the iodine 
dissolve. Bring the solution to proper strength by adding enough 
distilled water to make a volume of 1 liter. Then standardize the solu- 
tion by the thiosulphate method, using starch indicator. 

The determination is made as follows: To a measured quantity 
of standard iodine solution add slowly, with constant stirring, the 
proper volume of sulphur dioxide solution. So regulate the volume 
of iodine solution used that the mixture always contains a decided 
excess of iodine over the quantity required to oxidize the sulphur 
dioxide being added. An excess of sulphur dioxide causes the solution 
to clear and to lose its dark red color. If an excess of sulphur dioxide 
is added, the determination is spoiled, and the test should be repeated 
with fresh sulphur dioxide solution and a larger quantity of iodine 
solution. Thus, there is a relation between the strength and quantity 
of sulphur dioxide solution and the quantity of standard iodine solution. 
In general, when the solution to be standardized varies in strength 
from 1 to 3 per cent sulphur dioxide, add 1 cc. of this solution to 
20 cc. of standard iodine solution. When the sulphur dioxide solution 
is appreciable below 1 per cent in strength add a larger quantity of it. 
The mixture is then titrated by the thiosulphate method to deter- 
mine the quantity of todine remaining in the mixture. The difference 
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between this quantity and the total quantity of iodine represents the 
iodine used in oxidizing the sulphur dioxide. The strength of the 
sulphur dioxide solution may then be calculated according to the 


formula: 
SO2+H20+ 2I = 2HI+SOs3. % 


Metallic iron, from the grinding, etc., in amount up to 2 per cent 
is without influence on the results. The amount found in finely 
ground ores is usually less than 1 per cent. An essential requirement 
is the continued presence of a strong excess of SO2, which readily 
dissolves the metallic iron. In order to insure this excess, the SOe 
must be introduced in the form of sulphur dioxide solution. If SOe 
is introduced in the form of a gas, unstable conditions arise from the 
unequal distribution of the gas; then the presence’ of metallic iron, in 
quantities less than 2 per cent may cause the precipitation of copper © 
in the form of cement copper cupro-cupric sulphites, and probably 
also as complex sulphides, which are not redissolved. 


DETERMINATION OF ARSENIC IN CRUDE SULPHUR 


Weigh ro grams (or more, if considered necessary) of the dry crude 
sulphur into a tall, narrow beaker of about 200 cc. capacity. Add 
sufficient carbon disulphide to dissolve practically all the sulphur, 
perhaps 30 to 50 cc. A small amount of the sulphur may exist as a 
modification insoluble in carbon disulphide. The failure of this to 
dissolve is usually immaterial. Add 50 cc. of water containing about 
7 cc. of strong ammonia. Place the beaker in hot water, repeatedly 
renewed, until all the carbon disulphide has boiled away. Most of 
the sulphur precipitates. A little remains in solution as ammonium 
sulphide, and this solution contains all.thevarsenic. Filter, washing 
with warm water. Receive the filtrate in an 8-oz. flask. Add 1 gram 
of sodium carbonate and boil until all the ammonia is expelled. Now 
add 3 grams of anhydrous sodium sulphate and 5 cc. of strong sul- 
phuric acid. Boil until all the free acid is expelled and the contents 
of the flask reduced to a melt. Cool with the flask inclined, to pre- 
vent the cake from cracking the bottom. Add socc. of hot water 
and boil to dissolve the cake. Finish by the iodine method, as 
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described in ARSENIC, 1. Use an iodinesolution of about one-fifth the 
usual strength. Report in parts per million. If AsO is required, 
As X1.32 =As2Os. 

Run a blank test by placing in a flask 1 gram of sodium carbonate, 
3 grams of sodium sulphate and 5 cc. of sulphuric acid, running the 
mixture down and finishing as above. Deduct the iodine required 
for the blank from that used in the analysis before making the cal- 
culation for arsenic. 

Note.—I have found results obtained by the above method (which 
takes only one or two hours) to closely check those obtained by much 
more tedious and elaborate schemes. 


DETERMINATION OF ARSENIC AND ANTIMONY.* DISTILLATION 
METHOD 


Solutions: 

Copper, Zinc Chloride.—To 1 lb. of C. P. stick zinc, add 500 cc. of 
water and then, gradually, 1200 cc. of C.P. hydrochloric acid. Boil 
the solution until it reaches a temperature of 108° C. 

Dissolve 300 grams of C. P. cupric chloride in 1 liter of C. P. 
hydrochloric acid (sp. gr. 1.18) and mix this solution with the one made 
as above. 

Standard Iodine Solution.—Dissolve 75 grams of potassium iodide 
in as little water as possible and use this as a solvent for 34 grams of 
pure iodine. Make up to 2 liters. One cubic centimeter of this solu- 
tion will be approximately equivalent to 0.005 gram of arsenic. 

To standardize: Weigh 300 mg. of pure arsenious oxide (As2Os) 
into an 8-oz. flask. Add 20 cc. of water and about 2 grams of sodium 
hydroxide. When the arsenic has dissolved, dilute to about 200 cc., 
add a drop or two of phenolphthalein solution as indicator and then 
make faintly acid with hydrochloric acid. Now add 2 grams of sodium 
acid carbonate and a little starch solution, then cool thoroughly and 
titrate with the standard iodine solution to a permanent blue tinge. 
Three hundred milligrams of AsgOz are equivalent to 0.2273 gram 
of As. 

Divide this weight by the number of cubic centimeters of iodine 
solution used to obtain the value of 1 cc. in As. 


* Communicated by Lewis B. Skinner, formerly Vice Pres. and Gen. Mgr., Western 
Chemical Mfg. Co, 
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Notes.—Be careful in acidifying with hydrochloric acid, as above, . 
to add only a slight excess; otherwise the 2 grams of sodium acid car- 
bonate prescribed may be insufficient to completely neutralize it, as 
required. Also, do not fail to cool thoroughly before titrating. 

A blank should be run on the copper, zinc chloride solution, since ~ 
the copper salt used may contain nitrogen compounds or arsenic. 
_Distill the amount indicated for a regular determination, in the manner 
to be described, with 0.25 gram of C. P. copper, finally titrating as 
usual. Deduct the amount of iodine solution required from the 
amount used with unknowns. 

Arsenic Determination.—In the case of heavy sulphides, low in 
arsenic, weigh 1o grams of the finely ground pulp into a 12-oz. flask 
and digest with 20 grams of potassium acid sulphate, one-half of an 
r1-cm. filter paper and 50 cc. of strong sulphuric acid. This method of 
attack is due to A. H. Low. 

Bring the acid to a boil and fume it until the sulphur is expelled 
and the black color, due to carbon, disappears. Allow the melt to 
cool with the flask on its side, to avoid cracking. When cool, care- 
fully add 100 cc. of water, then 25 cc. of hydrochloric acid and 2 or 3 
grams of tartaric acid. Heat to just below boiling, or, better, a little 
cooler, until all anhydrous ferric sulphate has dissolved. If the solu- — 
tion is allowed to boil, arsenic is liable to be lost by volatilization. 
Filter, dilute the filtrate to about 300 cc. with hot water, and pass in 
hydrogen sulphide gas vigorously for about ten minutes. 

Filter the precipitated sulphides through.an 11-cm. filter, wash 
immediately to prevent oxidation and then insert the filter and con- 
tents into an 8-oz. distilling flask, the side-arm of which is bent down 
so as to connect with a vertical 8-in. Allihn condenser. Place a fun- 
nel in the neck of the flask, with the stem reaching below the side 
outlet connection, and pour through it 50 cc. of the copper, zinc chloride 
solution upon the sulphides. Insert a thermometer through the hole of 
a rubber stopper and arrange this in the neck of the distilling flask so 
that the thermometer bulb will be approximately + in. from the bottom 
of the flask. Place a No. 2 beaker containing 40 cc. of cold water at 
the lower end of the condenser, so that the end is just sealed by the 
liquid. Heat the distilling flask gently with the naked flame of an 
alcohol lamp (having a chimney to prevent flame disturbance), or 
otherwise in such a manner that the sides of the flask will not be heated. 
Discontinue the heating when a temperature of 115° C. is reached. 
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Organic matter or elementary sulphur which may be observed in the 
distillate are without effect. SOve or other reductors affected by iodine 
will not be formed. 

Unless the amount of arsenic is large, this distillation is sufficient, 
but if a quantity in excess of } gram is suspected, add 25 cc. more of 
_hydrochloric acid to the mixture in the flask and repeat the dis- 
tillation. 

Transfer the distillates to a No. 3 beaker, make alkaline with 
ammonia, then faintly acid with hydrochloric acid, add 2 grams of 
sodium acid carbonate and a little starch liquor, cool down to room 
temperature or cooler and titrate with the standard iodine solution 
to the usual blue tinge. - 

Antimony Determination.—Remove the stopper containing the 
thermometer from the flask and replace it with a stopper having a 
Walters separatory funnel reaching below the neck of the flask, but 
not into the liquid. The delivery end of the separatory funnel 
should be ground to a taper. 

Place a No. 2 beaker, with water, as before, under the end of the 
condenser, so as to form a seal, heat the retort until the mass froths 
slightly and then allow hydrochloric acid to drop from the separatory 
funnel at the rate of one or two drops per second, and in such a manner 
as to avoid having any liquid remain in the tube below the bulb. 

Maintain the temperature in the flask at the point at which the 
drops of acid cause only a slight spattering and no violent chugging 
in the condenser. 

Use beakers, one after another, to seal the end of the condenser, 
and pass hydrogen sulphide into each until finally only a slight organic 
color is produced by the gas. Now, dilute the combined distillates 
containing antimony with an equal volume of water and pass in 
hydrogen sulphide for a few minutes. Filter the precipitated sulphide 
and wash quickly with warm water. 

Insert filter and precipitate into an 8-oz. ‘‘ copper flask,” add three 
small pieces of quartz, a level-full Battersea cup of potassium acid 
sulphate (perhaps 10 grams) and 1o cc. of sulphuric acid. Bring toa 
boil and fume as directed in decomposing the ore. Cool with the flask 
on its side. When cool, add 50 cc. of water and 20 cc. of strong 
hydrochloric acid and heat gently until the cake has dissolved. 
Finally, boil a short time to expel any SOz present. 

Cool to room temperature, dilute to about 200 cc. with cold water 
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and titrate with a standard solution of potassium permanganate— 
the usual solution standardized foriron. The Fe value of the perman- 
ganate, multiplied by 1.079, will give the Sb value. In titrating, take 
the first end-point that persists a short time, as the hydrochloric acid 
present gradually decomposes the excess of permanganate. 

When the amount of arsenic in an ore will run several per cent, 
use a I-gram charge in an 8-oz. flask with 7 grams of KHSOs, one- 
eighth of a g-cm. filter paper and to cc. of strong sulphuric acid. 
Conduct the heating and cooling as described for the larger amount of 
ore. After cooling, add 50 cc. of water, 2 to 3 grams of tartaric acid, 
boil until the melt is disintegrated, then add 10 cc. of strong hydro- 
chloric acid and proceed as before. 


DETERMINATION OF ARSENIC AND ANTIMONY, DISTILLATION 
METHOD * 


A pparatus 

Knorr Arsenic Still—(E. Machlett & Sons, 143-147 East 23d 
Street, New York City.) The bottom of the distilling flask should 
project 1 in. through a round hole cut in a 5-in. square section of 
asbestos board. 


Procedure | 

Arsenic.—Weigh 0.5 gram of sample into a 200-cc. casserole. Add 
10 cc. of nitric acid, cover and digest on a hot plate for five minutes. 
Add 5 cc. of sulphuric acid. Boil to fumes and fume two minutes over 
a free flame. Add 5 cc. of phosphorus acid, again boil to fumes and 
fume two minutes over a free flame. 

Remove the dropping funnel from the apparatus and substitute a 
Gooch funnel. Wash the contents of the casserole, after cooling, into 
the distilling flask, using 15 cc. of water: Place 20 cc. of hydro- 
chloric acid in the casserole and set aside. Replace the dropping 
funnel in the apparatus, lubricating the ground glass with sulphuric 
acid and luting the joints between the flask and condenser in the same 
way. 

Place 2s0-cc. beaker, containing roo cc. of cold water, so that the 
tip of the condenser is } in. below the surface of the water. Surround 

* Method of the Selby Plant of the American Sm. & Ref. Co. 
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the beaker with running cold water. Pour the hydrochloric acid in 
the casserole through the dropping funnel into the flask. Close the 
stopcock and place 20 cc. of hydrochloric acid in the dropping funnel. 

Apply a low flame to the bottom of the flask, and, as soon as the 
contents begin to boil, add hydrochloric acid from the dropping funnel 
at the rate of 1 drop in eight seconds, or 30 drops in four minutes. 
Continue the distillation for five to ten minutes. 

Remove the beaker containing the distillate, add ammonia until 
slightly alkaline, then reacidify faintly with hydrochloric acid. Cool 
completely, add 5-10 grams of sodium acid carbonate and a little 
starch liquor, and titrate with standard iodine solution (approximately 
1/10 normal) to the usual bluish tinge. 

Iodine Solution—12.7 grams of re-sublimed iodine, 20 grams of 
potassium iodide. Dissolve in a small amount of water and then 
dilute to 1 liter. To standardize, weigh out 0.2 gram of arsenious ~ 
oxide of known arsenic content, run as an ore and finally titrate with 
the iodine solution. 

Indicator Error —Take too cc. of water in a ne add 20 cc. of 
hydrochloric acid, make slightly alkaline with ammonia, then faintly 
acid with hydrochloric acid. Cool thoroughly, add 5-10 grams of 
sodium acid carbonate and a little starch liquor. Titrate with the 
standard iodine solution to the usual blue tinge. Note the amount of 
iodine solution used and deduct this from all titrations. 

Antimony.—Wash the residue remaining in the flask after the dis- 
tillation of arsenious chloride, into a 600-cc. beaker. Cool, dilute to 
500 cc. with cold water and titrate the Sb with standard potassium 
permanganate solution to the usual pink tinge. The permanganate 
used for iron titrations will serve. The Fe value multiplied by 1.079 
will give the Sb value. 

Notes.—If an ore contains much silica, bumping is likely to occur 
during the distillation. To avoid this, after fuming with sulphuric 
acid, cool, dilute with water, bring to a boil and filter off the silica. 
Take to fumes again and reduce with phosphorus acid. 

Arsenic goes into solution in nitric acid as arsenic acid. ‘This is 
reduced to arsenious acid by the phosphorus acid. 

Phosphorus acid is oxidized to phosphoric acid by the sulphuric 
acid, the sulphuric acid being reduced to sulphurous acid; which vola- 
tilizes. 

The prescribed mixture (10 cc. sulphuric acid, 20 cc. water and 20 


312 MISCELLANEOUS 


cc. hydrochloric acid) gives the proper condition for the arsenic to 
distill over, while the antimony remains in the still. : 

The arsenic distills as arsenious chloride, most of it going over very 
quickly. The greater part of the time of the distillation is taken in 
sweeping out the apparatus. > 

Antimonious chloride does not distill over until the sulphuric acid 
~ begins to fume. 

Sufficient sodium acid carbonate must be eee during the arsenic 
titration to neutralize all hydriodic acid formed and still leave an 
excess of the salt. 


DETERMINATION OF SULPHUR IN OILS 


The sodium peroxide method was devised by Edinger (Zeit. Anal. 
Chem., Vol. 34, p. 362, 1895), and modified by Parr (Jour. Am. Chem. 
Soc., Vol. 30, p. 767, 1908) and has been further modified by Franks 
(Chem. Met. Eng., Vol. 25, p. 49, 1921). The following is a descrip- 
tion of the method as modified by Franks:* 

Sodium Peroxide Method.—This method employs the Parr sul- 
phur bomb, made especially for the purpose. It may be obtained 
at supply houses. 

Place in the bomb 1 measure (the measure is supplied with the 
bomb) of pure sodium peroxide (calorimeter quality), 1 gram of 
powdered potassium chlorate and 0.2 gram of powdered benzoic 
acid. Mix well by shaking and stirring. (When a large number of 
determinations are to be made it is best to prepare a quantity of this 
mixture, sufficient for all the determinations, and use a heaping 
measure for each determination. Care must be taken that the 
mixture is uniform.) 

Weigh, as nearly as possible, 0.5 gram of the well-mixed oil into 
the bomb containing the above mixture. -Use a medicine dropper and 
a small weighing bottle. By means of a thin glass rod, stir in the oil 
and thoroughly incorporate it with the peroxide mixture. This 
should be done as quickly as possible (best over glazed paper to catch 
any droppings), so that the peroxide will not be appreciably acted upon 
by the moisture in the air, and also to lessen any possible volatiliza- 


* Professor A. J. Franks, Colo. School of Mines. 
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tion of the oil. With very volatile oils, such as gasoline, this pro- 
cedure cannot be followed. Instead, weigh the oil with the use of a 
small, thin glass bulb, having a capillary neck that can be sealed after 
weighing. Break the bulb in the peroxide mixture just before placing 
_ thecaponthe bomb. With such thin liquids stirring is not necessary; 
the liquid will penetrate through all parts of the mixture if a short time 
is allowed for this to take place. 

Tightly close the bomb and hold it with a pair of crucible tongs in 
the blue flame of a Bunsen burner, to ignite the contents. When 
ignition occurs a slight kick will be felt, and the bomb will suddenly 
become red. As soon as this red glow is observed, immerse the bomb 
instantly in a cup of cold water to prevent decomposition of the rubber 
washer. When the bomb is quite cold, remove and open it, wiping 
it dry with a clean cloth. Remove the cap carefully and place the 
bomb gently on its side in a 4oo-cc. beaker. If any of the fusion 
adheres to the cap, rinse it into the beaker with the wash bottle. 
Add sufficient additional water to the beaker to make a total volume 
of 50-75 cc. Cover the beaker with a watch-glass and cautiously roll 
the bomb about at intervals until the fusion has completely dissolved, 
which usually requires only a few minutes. Occasionally the solution 
goes on very slowly, in which case it can be accelerated by the careful 
addition of a few drops of hydrochloric acid. 

When solution is complete, carefully remove the bomb on a glass 
rod and rinse off the outside into the beaker, so as to permit handling 
with the fingers; then wash out the inside thoroughly. Now pour 
about 1 cc. of strong hydrochloric acid into the bomb and again wash 
it out well. This is to dissolve particles that sometimes stick to the 
bomb and also to cleanse the latter more effectually. 

Now carefully make the solution just acid with strong hydrochloric 
acid. Unless caution is used there is likely to be loss by spattering, on 
account of the rapid evolution of carbon dioxide. <A good plan is to 
run the acid in a thin stream down the side of the beaker, while con- 
stantly stirring with a glass rod. The neutral point can easily be 
detected; when it is reached, the precipitate of ferric hydroxide 
(always present) just dissolves, the solution becoming clear. Now 
add 5 cc. of saturated bromine water. This is to ensure complete 
oxidation of all the sulphur to sulphuric acid and all iron to the ferric 
condition. This would appear to be an unnecessary precaution, but 
experience has shown that unless it is taken the results are not con- 
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sistent and iron is almost always found in the subsequent barium sul- 
phate precipitate. | ‘ 

Now add ammonia just. to alkalinity. Much of an excess will 
necessitate tedious boiling off or neutralization later. Bring the solu- 
tion to a vigorous boil, to coagulate the ferric hydroxide and expel the 
slight excess of ammonia. Filter the hot solution, washing with hot © 
- water. A small wad of absorbent cotton in the apex of the filter will 
facilitate filtration and washing. Three of four washings are suffi- 
cient if the percentage of sulphur is low; otherwise, wash thoroughly. 

If all the excess ammonia has been boiled off, acidify the solution 
by the addition of 1 cc. of strong hydrochloric acid, dilute to about 
225 cc., heat to boiling and add, very slowly, from a pipette, 5—10 cc. 
of a 10 per cent solution of barium chloride, the amount depending 
upon the expected amount of sulphur. 

In case the excess ammonia has not been boiled off, it must be 
neutralized carefully with hydrochloric acid, with a piece of blue litmus 
paper as indicator. Then add 1 cc. of strong hydrochloric acid and 
proceed as above. 

Continue the boiling until the precipitate is well formed, perhaps — 
twenty minutes. About 200 cc. of liquid should remain. Allow to 
stand overnight and then filter the precipitate through a close 7-cm. 
paper (Munktell No. oo). Carefully wash precipitate and paper 
with a fine stream of cold water until free from chlorides, testing the 
filtrate from time to time with silver nitrate solution until no precip- 
itate or cloudiness is obtained. 

Ignite the damp filter and precipitate in a aL (about No. 000) 
porcelain crucible at a dull red heat, until the carbon is completely 
burned. The residue of barium sulphate will be pure white if the 
procedure has been correctly followed. BaSOs X 0.1373 =S._ 

At least two blanks should be run on each new lot of reagents, 
and the gross results corrected accordingly. If the blanks do not 
check closely they should be repeated, ohaes accurate results are 
desired. 

It is necessary to mix the oil and peroxide mixture with a glass rod 
_ to obtain a complete combustion of, the organic matter. It is advisa- 
ble to have the amount of oil weighed as close as possible to 0.5 gram. 
A larger amount (over 0.55 gram) will not be completely burned. 
If the amount is smaller, the errors are larger. Where very accurate 
results are not required it is not necessary to remove the iron with 
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ammonia. The presence of iron brings the results slightly high, and 
precise work therefore requires its absence. It is necessary to precip- 
itate the barium sulphate from a boiling solution and to continue the 
boiling for some time, otherwise the precipitate will be finely divided 
and tend to run through the filter-paper. 

It is always advisable to save and examine the filtrate from the 
barium sulphate precipitate. Even with extreme care and with 
the best filter-papers, a small amount of barium sulphate sometimes 
runs through, although the quantity is usally insignificant. In case 
it is evidently appreciable, it should be rétiltered, through another 
filter, and this paper ignited with the first precipitate. 


NITRIC ACID METHOD FOR DETERMINING SULPHUR IN OILS 


This method has been developed by C. E. Waters,* whose descrip- 
tion of it follows. According to the investigations of Franks, it is 
neither as short nor as consistently accurate as the sodium peroxide 
method described above; but it is nevertheless an excellent method 
as an alternative, if the Parr bomb is not available. 

Weigh from 0.5 to 2.0 grams of oil in a 1oo-cc. porcelain crucible, 
add 5 cc. of concentrated nitric acid which has been saturated with 
bromine, and at once cover with a watch-glass. When rather volatile 
oils, or those which smell of hydrogen sulphide, are analyzed, the cru- _ 
cible should be covered during the weighing, and each sample should be 
treated with the acid at once. and not be left until the series of wiih 
ings is finished. 

Place on the steam-bath, but not in direct contact with the steam, 
and digest for thirty minutes or more, with an occasional gentle 
swirling of the contents of the crucible. Unless the mixture threatens 
to foam up to the cover, the crucible may now be heated by the direct 
steam for two or three hours. If there is much foaming, the digestion 
at moderate heat must be continued longer. 

Remove the crucible from the bath, and when its contents have 
cooled somewhat, add cautiously, in small portions, ro or 12 grams of 
anhydrous sodium carbonate. This is conveniently measured in a 


* U.S. Bureau of Standards, Tech. Paper 177. 
} A. J. Franks, Colo. School of Mines. 
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15-cc. crucible, rather than weighed. The first portions of soda often 
remain on top of the oily layer, so that the crucible must be tilted or 
swirled slightly to start the reaction. When about half the soda has 
been added, rinse the watch-glass cover with 1 or 2 cc. of warm water 
and leave it off. Pour in the rest of the soda. With a glass rod, 
about 3 mm. thick and 12 cm. long, thoroughly mix the contents 
of the crucible and spread the pasty mass around on the sides and 
half to two-thirds of the way to the top. The rod is left in the 
crucible, mucay is then placed on the steam bath, or in an air-bath at 
100° C, 

When its contents are dry ante the crucible is placed in an 
inclined position on a wire triangle, and the ignition is started over a 
low flame. When more than 1 gram of oil has been taken, there is a 
tendency for it to burn too briskly, but this is easily controlled by 
judicious use of the stirring rod which scrapes the burning portion 
away from the rest. When part of the mass has burned white, more 
is worked into it, and so on until all of the organic matter is destroyed. 
It is necessary to hold the crucible with the tongs during this opera- 
tion. Toward the end of the ignition, the flame may be increased 
somewhat, but it is rarely necessary to heat the crucible to redness. 
With care, a good crucible should last for many determinations. Of 
two crucibles which had been used for seventeen determinations each, 
and were still in almost perfect condition, one had lost just 100 mg., 
and the other 1.1 mg. less. 

If a suitable muffle is available, the ignitions can be made at a 
temperature not above 550°. ‘The glass rod should be removed and 
the crucible covered with a watch-glass. The principal danger is 
that the oil may start to burn at some point and the whole mass begin 
to glow in a few seconds. In this case the cover may be blown aside 
and loss by spattering occur. Under proper conditions, several igni- 
tions can be made at one time. 

According to the amount of oil taken, the mixture of sodium salts 
resulting from the combustion varies from*granular to pasty when hot. 
After cooling, place the crucible upright in a 4oo-cc. beaker and fill it 
with distilled water. After a short time lay it on its side, cover the 
beaker and digest on the steam-bath. When the salts have dissolved, 
remove and rinse the crucible. 

Filter the solution to remove specks of carbon, bits of the glass a 
etc. Acidify with concentrated hydrochloric acid, using Congo-red 
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paper as indicator, and add 2 cc. of acid in excess. The neutralization 
proceeds more safely if nearly the required amount of acid is put in the 
covered beaker into which the solution is filtered. It is safe to use 
ro cc. of acid for this, but the exact amount cannot be stated, because 
the total amount of carbonate and nitrate to be neutralized depends 
upon how much oil was taken. ‘The acidified filtrate and wash water 
should have a volume of about 175 cc. Heat on the steam-bath, add 
to cc. of barium chloride solution (containing 100 grams of crystallized 
salt in 1 liter), and digest on the bath until the supernatant liquid is 
clear. If possible, delay the filtration until the next day. 

A blank should be run with every new lot of reagents. An ignition 
is made just as if oil were present, because the flame may contain 
enough sulphur to be corrected for. Even when the correction 
amounts to several milligrams, almost no precipitate may be seen 
before the solution has stood for several hours.* 

It is needless to describe how the barium sulphate is filtered off, 
washed and ignited. (See peroxide method.—A. H. L.) 

Note.—For sources of error, correction for occlusion and general 
discussion, see original paper. 

The method has been used for coal, lignite, peat, organic sub- 
stances, etc. 

Notes on the Above Method by Franks. betnetonts of the 100-cc. 
crucible recommended by Waters, I prefer a 75- to 100-cc. porcelain 
casserole. Waters directs to use 0.5 gram to 2 grams of oil. I find 
that 1 gram gives good results; 2 grams is too much. I find, also 
that 12 grams of anhydrous sodium carbonate are required. Use of a 
smaller amount causes too vigorous combustion during the fusion 
process, which results in sputtering and inconsistent results. The use 
of more than 12 grams makes combustion difficult and the carbon is not 
easily burned off. 

I usually prefer to ignite over a wire gauze. The naked flame tends 
to cause overheating and hence too sudden combustion, which causes 
sputtering and loss of sulphur. The best way to make the fusion is to 


*Tt is not necessary to have the solution boiling when the barium chloride is added, 
or to digest the precipitate with the boiling solution. Hillebrand (Anal. of Carb. Rocks, 
Bull. 700, U. S. Geol. Surv., p. 232) says “‘at a boiling heat or on the steam-bath.” It is 
much more convenient to use the steam-bath, and there is no danger of loss by bumping; 
also, as pointed out by Hillebrand, there can be no contamination by sulphur from the 
flame. 

{ Private communication. 
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start it carefully on one side of the casserole. As the mass ignites it 
should be rapidly stirred at the point of combustion and the unburned 
material gradually worked into this heated zone. If the ignition is 
allowed to start at the bottom of the casserole, where most of the mass 
lies, it is liable to begin suddenly and violently and occasion loss. 
Also, the high temperature developed by this EES ignition materi- 
ally shortens the life of the casserole. 

In the precipitation of barium sulphate, I always bring the solu- 
tion to a boil before adding the barium chloride solution. The barium 
sulphate precipitate is allowed to stand overnight and is filtered the 
next day through a 7-cm. (No. oo, Munktell) paper. The precipitate 
is ignited in a No. ooo porcelain crucible. 


BISMUTH IN ORES* 


~ Run down 1o grams of the ore with sufficient litharge and the 
necessary fluxes to produce a 1o-gram lead button. Roll the lead 
button into a ribbon and dissolve it in a mixture of 25 cc. of nitric 
acid and 50 cc. of water, by warming. Heat the solution nearly to 
boiling and neutralize with ammonia, finally adding it, drop by drop, 
until the precipitate formed has redissolved. Now add 3 cc. of hydro- 
chloric acid and dilute with 100 cc. of water. Bring to a boil and then © 
allow to stand hot, but not boiling, for an hour and a half. Filter 
through a close filter and wash with hot water. Dissolve the pre- 
cipitate on the filter with warm dilute nitric acid (1 : 1), using as little 
as possible. Receive the filtrate in an 8-oz. flask. - Cool, add 5 cc. of 
sulphuric acid and boil to fumes. Cool, add 25 cc. of water and heat 
to boiling. Add 10 cc. of alcohol and cool under tap. Filter off 
the lead sulphate without unnecessary delay and wash it well with 
dilute sulphuric acid (1: 10). Receive the filtrate ina beaker. Dilute 
it somewhat with water and pass in hydrogen sulphide to saturation. 
Filter off the bismuth sulphide, washing with water. Dissolve the 
sulphide on the filter with hot dilute nitric acid (1: 1)... Receive the 
solution in a beaker. Neutralize with ammonia and then add a 
slight excess of ammonium carbonate. Boil ten to fifteen minutes 
and allow to settle. Filter, wash precipitate with hot water and then 

* Method of Arkansas Valley Plant of the American Sm. & Ref. Co. 
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dry. Ignite in a weighed porcelain crucible at a low heat. Cool, 
moisten the residue with nitric acid and again dry and ignite. Weigh 
as bismuth trioxide. BizO3 multiplied by 0.8965 =Bi. 

This method is for ores containing only a few tenths of a per cent 
of bismuth. With ores containing 2-3 per cent, it is better to treat 
0.5 gram without running into a lead button. 

If antimony interferes, separate by precipitating the bismuth with 
hydrogen sulphide from an alkaline solution. 


BISMUTH IN BISMUTH BULLION * 


Standard Solutions 

Silver Nitrate.—Dissolve 1.038 grams of pure silver in 10 cc. of 
nitric acid and dilute to 1 liter. 

I CC. =0.002 gram Bi. 

Ammonium Thiocyanate.—Dissolve 0.732 gram and aire LOI 
liter. 

I cc. =1 cc. of the silver solution. Determine the relation exactly 
by titration, using ferric alum as indicator. (See CHLORINE, 3.) 


Procedure 

Up to 25 per cent, weigh out 10 grams and dissolve in 15 cc. of 
nitric acid. 

From 25 to 50 per cent, 5 grams in 10 cc. of nitric acid. 

Over 50 per cent, 2 grams in ro cc. of nitric acid. | 

Weigh the determined amount into a 600-cc. beaker. Add 50 cc. 
of water and the required amount of nitric acid plus 1 gram of tartaric 
acid. Warm until dissolved and then dilute to 500 cc. with hot water. 
Boil the solution and add 5 cc. of 85 per cent phosphoric acid solution, 
previously somewhat diluted. Continue the boiling for five to ten 
minutes and then allow to settle in a warm place. Filter on a close 
paper and wash two or three times with hot water. Dissolve the 
precipitate through the filter into the original beaker with hot dilute 
(1: 1) hydrochloric acid. Be sure that none of the bismuth salt 
remains in the paper. Neutralize the filtrate with ammonia, cau- 
tiously, until a faint permanent cloud is produced. Now add 1 cc, of 


* Omaha Plant, Amer. Sm. & Ref. Co, 
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I : I nitric acid and dilute to 500 cc. with hot water. The bismuth 
precipitates as BiOCI]. Allow to settle overnight in a warm place 
and then filter on a close paper, washing thoroughly with hot water 
until free from soluble chlorides. 

Dissolve the precipitate through the filter with hot rf: 1 nitric acid, 
washing the paper well with the same acid but not using an undue 
excess. Receive the filtrate in a 250-cc. flask.. Cool completely and 
then from a burette, 1un in an excess of the standard silver nitrate 
solution. Shake well to coagulate the silver chloride and then titrate 
the excess of silver nitrate solution with the standard ammonium 
thiocyanate solution, with ferric alum as indicator (see CHLOR- 
INES, 3). 

This shows the number of cubic centimeters of silver solution con- 
sumed by the bismuth, from which the per cent may be calculated. 

It is claimed that this is an excellent method, with a tendency, 
however, toward slightly low results. 


BISMUTH IN BISMUTH BULLION * 


Weigh 2 grams into a 600-cc. beaker. Add 10 cc. of nitric acid and 
1o cc. of water. Warm until dissolved and then dilute to 500 cc. with 
hot water. Heat to boiling, add 5 cc. of syrupy phosphoric acid and 
continue the boiling for five to ten minutes. Allow to settle in a warm 
place, and then filter the bismuth phosphate on a close filter, washing 
several times with hot water. Dissolve the precipitate on the filter 
with hot 1:1 hydrochloric acid, receiving the filtrate in an 8-oz. 
* copper flask.”” Add 5 cc. of sulphuric acid:and boil to dense fumes. 
Cool sufficiently and then dilute, first with cold water and then with 
hot water, to r50 cc. Boil a few minutes and then filter off the lead 
sulphate, washing with dilute sulphuric acid (1: 10). Receive the fil- 
trate in a beaker. Add 1 or 2 pieces of stout sheet aluminum, cover 
the beaker and boil down to about 30 cc., then dilute to about 150 cc. 
and again boil a few minutes. Filter the precipitated metallic bis- 
muth through a weighed Gooch crucible, washing first with hot water 
and then with alcohol. Dry at 100° C. to constant weight and 


* Arkansas Valley Plant, Amer. Sm. & Ref. Co. 
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weigh as Bi. The results are likely to be slightly high. (This method 
is slightly modified from the original description.) 


CADMIUM IN SPELTER* 


Dissolve 25 grams of sample in a No. 4 beaker in a mixture of 
34 cc. of strong sulphuric acid and 250 cc. of water. In the case of 
very pure zinc it may be necessary to add a few drops of very dilute 
platinum chloride solution, from time to time, to hasten the action. 
The above amount of-acid is approximately 12.5 cc. more than is 
required to dissolve 25 grams of zinc, and therefore about 12.5 cc. 
of free acid will remain in the solution. Lead, copper and probably 
a small amount of cadmium remain undissolved. Pay no attention to 
the flocculent residue, but make sure that all the zinc is dissolved. 
Add 15 grams of solid ammonium sulphate to the warm liquid and 
pass in hydrogen sulphide for ten minutes. Allow to stand, warm, 
for half an hour, and then pass in hydrogen sulphide for ten minutes 
more. All the cadmium is precipitated as sulphide, together with 
considerable zinc sulphide, lead and copper. 
_. Filter on a 123-cm. paper and wash three or four times with warm 
water. ‘The filtration is rather slow, but proceeds steadily enough if a 
good column is established in the funnel stem. Return the precipitate, 
paper and all, to the beaker in which the precipitation was made, add 
to cc. of strong sulphuric acid and to cc. of strong nitric acid, cover 
the beaker and heat until sulphuric acid fumes are given off. Remove 
the beaker from the heat, and to the hot, but not strongly fuming, 
liquid add a few more cubic centimeters of strong nitric acid and again 
boil to fumes. | 

Repeat the addition of nitric acid as above until the paper is com- 
pletely consumed. This usually requires about three additions of 
acid with intermediate fuming. The whole operation requires about 
three-quarters of an hour. It is important that the filter-paper shall 
be completely oxidized. Cool the solution, dilute with water to 200 cc. 
and boil a short time. Allow the solution to cool and the lead sul-_ 
phate to separate. Filter out the precipitate, washing once or twice 
with dilute sulphuric acid (1 : 20). 


* Ledoux & Co., New York. 
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The liquid now contains about 10 cc. of sulphuric acid in 200 cc. 
_ Add 10 grams of ammonium sulphate and pass hydrogen sulphide into 
the warm solution exactly as before. Cadmium comes down as sul- 
phide, practically free from zinc. Filter the cadmium sulphide on a 
g-cm. paper and wash it three or four times with warm water. Dis- 
solve paper and precipitate in a No. 2 beaker with 5 cc. sulphuric 
acid and 5 cc. nitric acid, and evaporate to fumes. Repeat the evapo- 
ration with additions of nitric acid, as described above, until the paper 
is destroyed, then cool, add 5 cc. of water and again evaporate to — 
fumes. Repeat the addition of water and evaporation to fumes a 
second time. 

These Jast evaporations are to expel all nitric acd. The work 
should be done in a place free from heavy nitric fumes, since even a 
trace of nitric acid interferes with the electrolysis of cadmium. Add 
25 or 30 cc. of water to the sulphuric acid residue and heat until all 
soluble salts are dissolved. Cool, neutralize the excess of free sul- 
phuric acid with ammonia, using litmus paper as an indicator, and 
then add 4.5 cc. of dilute (1 : 2) sulphuric acid. This gives a solution 
containing 1.5 cc. of free sulphuric acid. Dilute with water to 125 cc. 
and electrolyze (preferably overnight), using a current of o.1 ampere 
and 2.6 volts to about ro sq. in. of cathode surface (one side). 

The cathode is a perforated platinum cylinder 2 in. high by 14 in. 
in diameter. Under the conditions given, cadmium is precipitated 
free from zinc, even though there be a trace of zinc in the solution. 
Copper also comes down with the cadmium. — 

After weighing the cathode, dissolve the deposited mer In a 
few drops of dilute nitric acid, boil, make alkaline with ammonia, 
dilute to 10 cc., and compare the color with similar solutions containing 
known amounts of copper. The two or three tenths of a milligram of 
copper usually present may be estimated closely in this way. 

If the laboratory is not equipped with electrolytic apparatus, cad- 
mium may be determined by weighing as sulphate. Since two pre- 
cipitations with hydrogen sulphide, as described, may not remove all 
of the zinc (and will not unless the work is done with great care), a 
third precipitation with hydrogen sulphide should be made. This is 
unnecessary when the electrolytic method is used, because, under the 
conditions given, small amounts of zinc remain in the electrolyte. 
After the third precipitation of the cadmium sulphide, wash it with 
water, dissolve it in hot dilute nitric acid, add 4 to 1 cc. of sulphuric 
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acid and evaporate to dryness in a porcelain crucible, then ignite at a 
low temperature to constant weight. Copper will be present here also. 
It should be estimated colorimetrically, calculated to CuSOs and 
deducted from the weight. 

Note that the presence of a large amount of ammonium Ripken 
is essential to good results in precipitating cadmium with hydrogen 
sulphide from sulphuric acid solutions. The proportions of acid and 
water are also important in obtaining clean separations. ‘Those given 
above should be strictly adhered to. 


DETERMINATION OF NITROGEN iN SODIUM NITRATE 
The following modification of Devada’s method was developed by 


L. B. Skinner, formerly General Manager of the Western Chemical 
Manufacturing Co. 
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Referring to the accompanying diagram: 

A is a 250-cc. flask, containing about 2 in. of strong sulphuric acid. 

B is a 250-cc. flask, containing about 2 in. of a 30 per cent solution 
of sodium hydroxide. 

C is a long-stemmed separatory funnel. 

D is a 1-liter flask, in which the reactions take place. 
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E is an 8-in. Allihn condenser, the bulb packed loosely with glass 
wool and to be heated by steam. “ 

F is an 8-in. bulb condenser, cooled with water. 

G is a 250-cc. flask, containing standard sulphuric acid, for the 
absorption of ammonia given from the nitrate. . 

H is a safety flask used in connection with G, also containing a 
solution of standard acid. 

T is a 15- to 20-liter bottle, to act as a reservoir for minus pressure, 
so that at the height of the reaction in the flask D, there will always be 
a suction on the whole apparatus. 

J is a 6-ft. length of 1-in., or 13-in. glass tube, which is filled with 
water to about 1 in. from the top. A tube K passes to the bottom of 
J, thus causing J to act as a gauge for the suction on the apparatus. 

A filter pump, having a capacity of about tro cu. ft. of air per min- 
ute, is used for suction. If this were connected directly with the 
apparatus, without the interposition of the reservoir and gauge, there 
would be danger of some of the flasks collapsing from the high suction. 

. Lisa 6-in. evaporating dish, which is to be filled with cold water at 
the beginning of the reaction in G. 

_ Assembling the Apparatus.—Rinse all parts of the apparatus with 
C. P. water. Put 2 in. of strong sulphuric acid in A, and 2 in. of 30 
per cent sodium hydroxide solution in B. Having the bulbs in £ 
packed loosely with glass wool, connect E so that the steam will enter 
at the top and discharge at the bottom: Connect F, arranging it so 
that cold water will enter at the bottom and discharge at the top. 
Run into G, from a burette, an excess of about 5 cc. of the standard 
sulphuric acid, and put to cc. of the standard acid into H. One cubic 
centimeter of the standard acid is equivalent to about 0.02 gram of 
sodium nitrate, and, as an amount of nitrate solution containing 2 
grams of the nitrate to be tested is taken for the analysis, the equiva- 
lent amount of the standard sulphuric acid would be about 100 cc., 
if the nitrate were pure. Ordinarily, 95-99 cc. of the acid are suff- 
cient to put inG. Now dilute the standard acid in G and A with 
C. P. water to a depth of 2 in. in each case. Connect G and H as 
shown in the diagram. Close the stopcock M and start the suction. 

Procedure.—Weigh out too grams of the nitrate. Dissolve in 
C. P. water, make up to 500 cc. and note the temperature of the solu- 
tion. ‘Transfer the solution from the measuring flask to a dry bottle 
large enough to allow the solution to be well mixed by shaking. After 
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shaking well, pour part of the solution back into the measuring flask, 
using the same funnel as when pouring from the flask into the bottle, 
and rinse the flask well with the solution in this way. ‘This is done i in 
_ order to be sure of having an evenly mixed solution. 

Weigh out 6 grams of the alloy and place in the reaction flask D 
by the aid of a dry, long-stemmed funnel, so as to avoid getting any 
of the alloy on the sides of the flask. Now put exactly to cc. of the 
nitrate solution into the flask D, having the solution at the same tem- 
perature it was in the soo-cc. flask. It is best to measure the nitrate 
solution from a 50-cc. burette, which has been checked against the 
500-cc. flask. Connect the flask D and fill the dish LZ with cold 
water. 

Place 50 cc. of a 20 per cent caustic soda sane (free from all 
nitrogen compounds) in the top of the separatory funnel C, and replace 
the stopper in the top of C, having the cock FR closed during this time. 
By this time the air in J will be sufficiently exhausted to cause the 
gauge J to begin to work. Now open the cock M and allow the suc- 
tion to draw on the main apparatus until the gauge J begins to work 
again. Make sure that there are no leaks in the stoppers or connec- 
tions; if there are no such leaks, there will be no bubbles passing 
through G and H after the apparatus has once been exhausted. 
Everything being ready, open the cock R and allow the caustic solu- 
tion in C to run into D, closing R as soon as the caustic has passed 
through. 

A stream of cold water is kept running into Z until most of the 
reactions are finished. After the reaction has subsided until there is 
no great violence in the flask, remove LZ and allow the reaction to con- 
tinue slowly until it is complete, which is shown by the cessation of 
bubbles inG and H. It should require from thirty to forty-five min- 
utes for the completion of the reaction in the flask D. When this 
stage is reached, place a small flame under D and bring the contents to 
boiling. As soonas the flame is placed under D, turn dry steam into 
the condenser E. Allow the solution to boil slowly until there is no 
more gas passing through the flasks G and H, adding more hot water to 
D when necessary. Now open the stopcock FR and allow a stream 
of air to pass through the whole apparatus at the rate of about four 
bubbles per second. Continue this for forty-five minutes, then sepa- 
rate the connection at the top of F and rinse F and all the tubes con- 
necting f,G and H intoG and & 
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Transfer the contents of G and Z into a large beaker and titrate the 
excess of acid with the standard alkali. * 

Cochineal may be used as indicator. Allen * recommends making 
the solution in the beaker up to a volume of 500 cc., and adding 1 cc. 
of methyl red solution } as indicator. The eubpent dy this case is 
straw-yellow. 

Duplicate results should check within 0.05 of 1 per cent, at least. 
The principal precaution to observe is not to allow the reaction in the 
flask D to proceed too rapidly at the outset, as this might occasion a 
loss of ammonia. The reaction may be regulated by passing cold 
water into the dish Z. Another necessary precaution is to always 
have a minus pressure in the entire apparatus, after the caustic solu- 
tion has once been transferred from C to D. 

The above method of analysis gives all the nitrogen, es 
existing as nitrate or nitrite. Therefore, if it is desired to obtain the 
nitrate only, it will be necessary to titrate part of the 50o-cc. solution 
with potassium permanganate for nitrite and deduct the equivalent 
of the nitrite found from the total nitrate indicated by the analysis. 

Standard Solutions——The standard sulphuric acid solution is 
made so that 1 cc. will equal about 0.02 gram of NaNO3. Thisstrength 
is approximated by adding about 12.1 grams of ordinary C. P. sul- 
phuric acid to 1 liter of distilled water. To standardize, weigh an 
amount of potassium nitrate equivalent to 2 grams of sodium nitrate. 
If the potassium nitrate were absolutely pure and dry, 2.3782 grams 
would equal 2 grams of sodium nitrate. The amount of impurity in 
the potassium nitrate should be determined and allowed for by weigh- 
ing out a quantity equivalent to 2.3782 grams of the pure salt. The 
ordinary C. P. potassium nitrate usually contains-from 0.01 to 0.03 
of r per cent of impurities other than moisture. Before testing or 
using, it should be dried for two hours at 240° C. A large amount 
may be dried at one time and kept in a well-stoppered bottle. 

Dissolve the weighed potassium nitrate in the smallest possible 
amount of water. Place the alloy in the reaction flask D, add the 
potassium nitrate solution and proceed with the process identically as 
directed for the regular analysis. The value of 1 cc. of the sulphuric 
acid, in terms of sodium nitrate, is thus determined. 


*W.S. Allen, General Chemical Company. 

t Allen recommends 0.025 gram of methyl red dissolved in 200 cc. of 95 per cent. 
alcohol. . All water used in the analysis must be well boiled, as this indicator is sensitive 
to CO,. 
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The standard alkali solution for titrating the excess of acid above 
what was required to neutralize the ammonia evolved, is prepared by 
dissolving 9.5 grams of C. P. NaOH in 1 liter of water. Check the 
alkali solution against the standardized sulphuric acid and finally 
bring it to the point at which 1 cc. will equal 1 cc. of the standard 
acid. 

In case C. P. potassium nitrate for standardizing cannot be 
obtained, it is satisfactory to use absolutely C. P. nitric acid, titrating 
the same with a standard solution of caustic soda which is absolutely 
free from any nitrogen compound. After the titration is finished, 
evaporate the solution on a water-bath to a volume of 5 to 8 cc. and 
then transfer it to the reaction flask D, containing the alloy, proceed- 
ing from this point precisely as described for the regular analysis. 
The amount of nitric acid taken should be approximately equivalent 
to 2 grams of sodium nitrate. The titration will show its exact 
equivalent. 

The Alloy.—This is of the composition given by Devada and con- 
sists of 5 parts zinc, 45 parts aluminum and 50 parts copper. The 
melt is made in a graphite crucible with a well-fitting cover. Skinner’s 
directions are, to melt the copper, then to add the aluminum, and 
finally to add the zinc to the melted copper and aluminum. Stir the 
melted alloy well with an iron rod and then pour it into a dry cold 
mold. Grind the cold alloy until it passes through a 60-mesh screen. 
Keep the ground alloy in a well-stoppered bottle. 
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Run usual crucible assay for gold, using perhaps five crucibles with 
one assay ton of ore in each crucible. Add a little silver foil to each 
crucible so that there shall be at least 20 parts of silver to 1 part of 
platinum. 

After cupellation, flatten the silver buttons ana place all together 
in a porcelain crucible. 

Method A.—Add about to cc. of strong sulphuric acid and keep 
almost at boiling point for about thirty minutes. Cool, decant acid 
into a beaker and then repeat the parting and decanting. Wash the 
residue carefully several times, decanting into the same beaker. Re- 
serve the gold and platinum residue in the crucible. 
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Sufficiently dilute the washings in the beaker and pass them 
through a small ashless filter to catch any fine specks possible present. 
Pass the filtrate through a similar filter as a blank. Wash both filters | 
well with hot water. Reserve the filtrate containing the paliadium. 

Ignite the first filter with the reserved gold and platinum residue 
and then weigh. 

Similarly ignite the second filter in a porcelain crucible and deduct 
the weight of the residue from that of the gold and platinum residue. 
This gives the Au+Pt. — , 

Wrap the Au—Pt residue in 8 grams of lead foil, adding silver so 
as to have at least 12 parts silver to 1 part platinum, and cupel. 
Flatten the resulting silver button and part with nitric acid containing 
46 per cent of 1.42 sp gr. acid. The washed and ignited residue gives 
the Au (the Pt being here shown by difference). 

Add the washings to the reserved washings, which may meanwhile 
have been evaporating. Add salt to precipitate the silver, which, after 
the usual procedure, is to be filtered off and discarded. 

- Neutralize the filtrate (containing Pt and Pd) with ammonia, re- 
acidify slightly with hydrochloric acid and pass in hydrogen sulphide 
for thirty minutes, finally allowing to stand over night. Now filter, 
wash, ignite at a moderate temperature and weigh. Run blank on 
filtrate and deduct. This gives combined Pt and Pd. 

Treat residue by warming ten minutes with strong nitric acid. 
Dilute, filter and wash. Ignite and weigh residue as Pt. 

Neutralize filtrate with ammonia, reacidify with hydrochloric acid 
and precipitate with hydrogen sulphide precisely as before, except that 
several hours’ standing is usually sufficient. Filter, wash, ignite and 
weigh as Pd. The weight should check that obtained above by 
difference. | 

Method B.—Instead of parting with sulphuric acid, use nitric acid 
of 1.2 sp. gr. Weigh the residue as Au. The filtrate and washings 
contain the Pt and Pd. Remove and discard the silver as above. 
Neutralize the filtrate with ammonia, add hydrochloric acid and 
separate the Pt and Pd as above. 


TABLES 


RELATION OF BAUME DEGREES TO SPECIFIC GRAVITY, FOR LIQUIDS 
LIGHTER THAN WATER, AT 60° F. 


Specific Specific , | -Specific Specific 
Baumé. Gravity. Baume. Gravity. Baume. Gravity. Baume. Grae 
ite) I .0000 31 0.8695 52 0.7692 73 0.6896 
II 0.9929 32 0.8641 53 0.7650 74 0.6863 
12 0.9859 33 0.8588 54 0.7608 75 0.6829 
a3 ©.9790 34 0.8536 55 0.7567 76 0.6796 
14 0.9722 35 0.8484 56 0.7526 ” 0.6763 
15 0.9655 30: 0.8433 57 0.7486 78 0.6730 
16 0.9589 RY 0.8383 58 ©. 7446 79. 0.6698 
17 0.9523 38 0.8333 50 0.7407 80 ©.6666 
18 0.9459 39 0.8284 60 0.7368 81 0.6635 
19 0.9395 40 0.8235 61 0.7329 82 0.6604 
20 0.9333 41 0.8187 62 0.7290 83 0.6573 
21 6.0275 l..* 42 0.8139 63 0, 7253 84 0.6542 
22 0.9210 43 0.8092 64 0.7216 857) 1. O/OSEY 
23 0.9150 44 - 0.8045 65 0.7179 86 0.6481 
24 ©.9Og0 45 ©. 8000 66 0.7142 87 0.6451 
25 0.9032 46 0.7954 67 o. 7106 88 0.6422 
26 0.8974 47 ©. 7909 68 0.7070 89 0.6392 
4; 0.8917 48 0.7865 69 0.7035 go 0.6363 
28 0.8860 49 0.7821 70 ©. 7000 95 0.6222 
29 0.8805 50 C772. 71 0.6065 
30 0.8750 51 0.7734 "2 0.6930 


RELATION OF BAUME DEGREES TO SPECIFIC GRAVITY FOR LIQUIDS 
HEAVIER THAN WATER, AT 60° F. 


, Specific ; Specific , Specific ‘5 Specific 
Baume. Geavtee Baume. Gravity. Baume. Gravity. Baume. Gravity. 
fe) I .0000 18 EL tAe7G we 86 Iv.3303 54 I .5034 
I 1.0069 19 1.1508 37 1.3426 55 1.6111 
2 I.OI40 20 I. 1600 38 ie o%, 56 1.6292 
3 1.0211 21 1.1694 39 1.3679 57 10877 
4 1.0284 22 1.1789 40 1.3810 58 1.6667 
5 1.0357 23 1.1885 41 1.3942 59 1.6860 
6 1.0432 24 1.1983 42 1.4078 60 1.7059 
z %.O507- |) . 25 I. 2083 43 1.4216 61 1.7262 
8 1.0584 26 1.2185 44 I.4356 62 1.7470 
9 1.0662 27 1.2288 45 I.4500 63 1.7683 
10 1.0741 28 1.2303 46 1.4646 64 I.79O1 
II 1.0821 29 I.2500 47 1.4796 65 1.8125 
12 I .0902 30 I. 2609 48 1.4948 66 1.8354 
13 1.0985 31 2716 49 I. 5104 67 1.8589 
14 I’. 1069 32 1.2832 50 1.5263 68 1.8831 
15 I. 1154 33 1.2946 51 I.5426 69 1.9079 
16 1.1240 34 I. 3063 52 I.5591 70 1.9333 
x7 1.1328 35 1.3182 53 Lib 70F 
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TABLE OF MEASURES AND WEIGHTS 


MEASURES OF CAPACITY 


A. Dry Measure 


1 bushel= 2150.42 cubic inches. 
1 ‘* =the volume of 77.627 pounds of distilled water at 4° C. 
Legal: 1 liter=o.908 quart. 
1 bushel=4 pecks=8 gallons= 32 quarts= 35. 24229 liters. 
1 peck =2 gallons= 8 quarts= 8.81057 liters. 
1 gallon = 4 quarts="4. 40528 liters. 
I quart = 1.10132 liters. 


“ 


B. Liquid Measure 


1 U.S. gallon= 231 cubic inches. 
1 gallon=the volume of 8. 3388822 pounds= 58378 troy grains of distilled-water at 4° C.' 
(Stillman, Engineering Chemistry.) 
i ‘* 58318 grains of water at 62°F. (U.S. Phar.) 
1 ‘f =58334.9-+grains of pure water at 60° F., weighed in air at 60° F., at barometric) 
pressure of 30 inches of mercury. (Mason, Examination of Water.) 
Legal: 1 liter=1.0567 quart=o. 26417 gallon. 
1 gallon=4 quarts=8 pints= 32 gills=3.78544 liters. 
I quart =2 pints= 8 gills=o.94636 liter. 
I pint = 4 gills=o.47318 liter. 
1 gill =o.118295 liter. 
1 cubic foot= 7.48 gallons= 28.315 liters=62.42 pounds of water at 60° F. (Stillman.) 
1 cubic foot of water at 62° F.= 62.355 pounds avoirdupois= 28,320 grams. 
- zcubic inch of water at 62° F.=0.0361 pound avoirdupois=16.387 grams. (Watts’ - 
Dictionary, V, roto.) 


Linear Measure 


I yard=o.91440 meter. 
1 foot =o.30480 meter. 
I inch =0.0254 meter. 
39.37 inches=1 meter. - 


WEIGHTS 


I grain troy =0.0648004 gram. | 
rt pound troy=o. 822857 pound avoirdupois: 
1 pound avoirdupois= 7000 grains troy=1.215279 pounds troy. 


Troy Weight 


I pound=12 0z.= 240 pwts.= 5760 grains = 373.2418 grams. 
10z.= 20pwts.= 480 grains= 31.1035 grams. 
Ipwt.= 24 grains= 1.5552 grams. 
; I grain = 0.0648 gram. 
I gtlam=15.432 troy grains, 
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Avoirdupois Weight 


1 ton= 20 hundredweight = 2240 pounds= 1016.04 kilograms. 
1 hundredweight= 112 pounds= _ 50.8o kilograms. 
I pound= 16 ounces= 256 drams= 7000.00 grains= 453.5900 grams. 
1 ounce = 16 drams= 437.50 grains= 28.3495 grams. 
Idram = 27.34 grains= 1.7718 grams. 
I net ton= 2000 pounds= 291663 ozs. troy=907.19 kilograms. 


Metric Ton 


I metric ton= 1000 kilograms. 


CONVERSION OF THERMOMETER READINGS 


To convert Fahrenheit to Centigrade, subtract 32 and multiply by $. 
_ To convert Centigrade to Fahrenheit, multiply by 3 and add 32. 


BEAKER NUMBERS AND CORRESPONDING CAPACITIES 


Number. Capacity, cc. 

COB ES eo oe tail, Gia oe aie Beles 15 
aoe Pom 2 OC psc cae RO ks a 35 
(ote Rg PRT SA AMR CR RED 0 a eS 

Be 5 eo, Pare aatts oN pea ots ease 100 

Diode oc 5 ON ees ie ie ge ees 150 

eh eee tee eA ee Me ae 250 

Dra a arid 1c Sea RR Sigg d See. Eros 350 

Bis teret ch, ata ne Make deter eee hapten en Oe 500 

Oe Se aretha dbctous nae ate’ 700 

Fase p, hace CAN eltne ae Oe ere goo 

ME SN gry re ke car he 8 a teas 1500 

(saa Ey tee tee ORE. Ronny e,: 2000 
EO eso bea goth, sauna ieee ain 2600 


PERCENTAGE SOLUTIONS 


In this book the percentage of a salt in a solution is taken as the weight in grams in 
100 cc. of the solution. This, of course, does not express the actual percentage correctly, 
but the system is easily understood and is used for convenience. Thus, a 10 per cent 
solution of a salt means 10 grams dissolved in the liquid and made up to 100 cc. 
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INTERNATIONAL ATOMIC WEIGHTS, 1921 


Atomic Atomic 
SDS Weight. eka Weight 
“ 
PUUMINUM as. kes Al 277 Ts NACROMTY ere a Meitind Hg 200.6 
POON, ice diate: Sb 120.2 Molybdenum....... Mo = 96.0 
PATROL ee We oe ks A 30.9 Neodymium........ Nd 144.3 
PTSOCTUGE ogists etek 5 6 As 74.96 pets 8e We ik Shae Beane eee Ne 20:2 
Bans oe ies Ba 127.37 Nickel Wek cae. 3 Ni 58.68 
Bismuth... 4:4 Bi 208.0 With yc Sees ets Nt 222.0 - 
Ones iis Se oA Se B 10.9 Nittog ene eae eas N 14.008 
Bromine, 0. 0. ese: Br 79.92 COSTE ss ee es Os 190.9 
Carmi, 4%. io owe Fe Cd TI204 Gg: hes aOR gr es a O 16.0 
GAGS gia8 is ene oe Cs 132.81 PaWAciann fa oie ks ook Pd 10647 
Calc roy os. fe Ca 40.07 Phospnetusid: 4 42% P 31.04 
CAFDOR ih ose Ate MD 12.005 Platinum eso a9 PE 195.2 
OF) gels sno oom bon eae Ce 140.25 Potassium 2554 +45 K aG70 
Ghittine.ce cece ael Cl 35.46 Praseodymium...... Pr 140.9 
Chromiwm. (2027 2% 2.4 Cres. S5350 MACMION acon seen Ra 226.0 
(ODS ite fiteri tisk Co --|-- 58.97 Rhodium. .;.22:.0.. Rh 102.9 
Columbium Rubidiumy...¥2:.5 .. Rb 85.45 
(Niobium)........ Cb 93.1 Ruthenium. ..¢....... Ru 101.7 
Oper aden. | ert Cu 63°57 DAMATIUM > cas ss cok Sa 150.4 
Dysprosium........ Dy 162.5 Scandium, 9...) 28 Sc AStE 
EOIN por igs aa Er 16947 Selenijim 2. ao Se 79.2 
uropium.,( 450). 2": Eu 152.0 INCOM S ea. ese Si 28.3 
Fivotine son... ihn F 19.0 SHVOree ns Site sane oe Ag 107.88 
Gadolinium. . otc... Gd 167.3 SOME Ses. a) sa es Na 23.0 
et... Page Ga 70.1 Stromtium <5. 2% a6. St 87.63 
Germanium... ...... Ge 72.5 Sulphur... 5. . S 32.06 
Glucinum Pantie et gos Ta 181.5 
(Beryllium).~ 7! >.. Gl 9.1 Senin et. oo. Te 127.5 
COONEEteees FA sis aise Au 197.2 ‘Lerbiem: 252025: Tb 159.2 
ELPUUN 25 e360 «be He 4.0 Thallium... 2253 oe ed 9 204.0 
PRGUMAMTL Gre pawl hi. Ho 163.5 BB ere Lists Ree Aa tr Th 232715 
Hydrogen? s..055 «4. H 1.008 Thulin cata. Tm 168.5 
Inn. pees oe 82s: In 114.8 BALL LeMay aerial ey ee Sn 118.7 
Pimgine ho Sees Ss I 126.92 DVCAM oor pe Ti 48.1 
DAY 23: cn eel ne 2 Ir Tok ys 3 Dumegstenes 52 Gi.ccie W 184.0 
Eroeeotr.. sy enue ans Fe 55.84 Usaniunl, ye U 238.2 
ty ptoteoea see) ee 82.92 VaRACIUOT 4 cone eae V 51.0 
Danthanum 74.2), 1) La 139.0 AAEMU saucy a arenes xe 130.2 
NTs ee Nee Pb 207.2 Ytterbium . 
Eathivin m,.)-2 eee! ck Li 6.04 (Neoytterbium)...| Yb 173.5 
Uuitecium.."iacc es Lu TE 1o PY CLIO oc etna Yt 89. 33 
Magnesium......... Mg 24.32 PAC or wes eta ee Zn 65.37 


Manganese......... Mn 54.93 Zirconium..... ree Zr 90.6 
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CHEMICAL FACTORS AND THEIR LOGARITHMS 


Weighed. Required. | Factor. | Log.* 
PUMMMIRMIN oe OE eee aah «ss lM oit: ar teotius* Al 0.5303 | 9.7245 
PA asc sg aber Al,O3 0.4185 9.6217 
PEPIN fe ods aw ws ant feu SOR Maes. wae oe bes Sb 0.7897 9.8975 
SON Pa are bak 3 wie £0 Ba As. S Wn 5 oe orale As 0.6091 9.7847 
nmi aire Wisc As,03 0.8040 9.9053 
MgeAsO;7.......... As 0.4827 9.6837 
oe ROE See As,O3 0.6372 9.8043 
Pie. Skeet. As20s ©.7403 9.8694 
Pe Fea ne to whe Sas Bans Bes cin ee Ba 0.5885 9.7697 
Sea! HU ait » Sees BaO 0.6570 9.8176 
Be sts. ee Ba ©.6960 9.8426 
Peet eerie tek es BaO 0.7771 9.8905 
Bate eiss 2 open eas Ba 0.5422 9.7341 
Se ime Nee Nieackiere ae. 6 BaO 0.6053 9.7820 
MOREE foo -g a ys ok sss aoe Sys PE g an) De si sata: Bi OF 8965 9.9526 
PUN CAs Soeeac os SHE Aes Bi 0.8017 9.9040 
ae er Bi,O3 0.8941 9.9513 
DAMIR ala a kh Sawa Drees ABBE yoke eae Br 0.4256 9.6290 
est ot mak oo HBr © .4309 9.6344 
AIMEE Pes 2 6a Sie Pas, a gv COC t ure ee ee Cd 0.8754 9.9422 
ite he ee ac oe Cd 0.7780 9.8910 
Au erorateh oe ome a CdO 0.8888 9.9488 
CAE ie Ansel BE gree Cd 0.5392 9.7317 
RIO ea hg eg sew ad te om SEE a erate Ca 0.7146 9.8541 
CACOe eb is 28 Sgt es Ca ©.4004 9.6025 
A ie Oe ae CaO ©. 5603 9.7484 
CaSO even een Ca ©. 2044 9.4689 
rd whuh het eee CaO 0.4119 9.6148 
cg tt SB ea Soa ere ae ag Paar OU at en ae C 0.2727 9.4357 
ONIN fo Rb Se es ound o PRRS1s me «eee Cl ©.2474 9.3034 
rite dans Ae PRET ee HCl 0.2543 9.4053 
EE re PEASE Nag ING sah Cl ©. 3287 9. 5168 
Peed 1 Khe hee HCl ©. 3380 9.5290 
Pye hei es ae ee Oa (2 a ee ey ee ee Cr 0.6842 9.8352 
ERA) RNC S aey ss CrO; 1.3158 ©.1192 
Tahoe tales.c bee tee CrO, 1.5257 0.1834 
| ada 9 OT ay oe Cr ©. 1609 Q. 2067 
eka dt Fo RAs CrO; | 0.3095 9.4907 
im AGH oie S4 06k Oe CrO, 0.3504 9.5556 
Baral s.ox 2 vies Cr. ©. 2052 9.3125 
LS ee ee ee CrO; 0.3047 9.5063 
BY Mn Wh, S08 Seley ae CrO, 0.4580 9.6609 
oo) 2 eae ned ae ee Oral aw ea dates CoO 1.2713 ©.1043 
7” Cosi 5 bade Tees Co 0. 3804 9.5802 
Pe RT yaar Malt CoO 0.4835 9.6844 


* The —10 after the logarithms is omitted. 


334 TABLES 


CHEMICAL FACTORS AND THEIR LOGARITHMS—Continued 


Weighed. Required. | F nee Log.* 
MODDEL: Sis tality byrne Ss tanh 4 CEs. tse os eee CuO Ye2ss7 0.09075 
Cit 2 eee Cu 2.7989 9.9025 
CWS ai von Cu 0.7986 Q .9023 
tics tects ee CuO ©.9996 9.9998 
Crp (CNojrers wee Cu 0.5226 9.7181 
PINON ner telah bstsy tase 8 Cale. 2 Ae eee F 0.4866 9.6872 
FEV DOSEN he Leh, cele neh Wie ba Eis) 4: aR eae H ©.1IIQ 9.0488 
OUCH ety ehT oh cerca vette 6 PAL i htises eee I 0.5405 9.7328 
OT pd sR ee HI 0.5448 9.7362 
JEQT soy Settle ara Reicks UI ee ae? Pes ci eee Fe 0.6994 9.8447 
Re hs te ey: FeO 0.8998 9.9542 
OCG eames Soe erg rT re nn ra ee PHOS etn sae ce Pb 0.9283 9.9677 
PDOs ay So ee Pb 0.8662 9.9376 
PDS ea Ae Pcie Pb 0.8659 9.9375 
POE aa Se PbO 0.9328 9.9698 
PHSO eae ee Pb 0.6831 9.8345 
er a ae PbO ©.7359 9.8668 
PDGlaen eae Pb 0.7449 9.8721 
ea ee eT ee See PbO 0.8025 9.9044 
PDCrO ce eee Pb 0.6410 9.8068 
Set Nesta Oe PbO 0.6905 9.8392 
DVLA SNOSTUING Joss s.5\c'ss, sccite ses om Ni POrs Seaton e Mg 0.6032 9.7804 
MgoPsOy. isa% Mites Mg 0.2184 9.3392 
Se pala Mars MgO 0.3621 9.5588 
MigSOesk onsets 278 Mg ©. 2020 9.3054 
ern ese es. MgO ©.3349 9.5249 
ERE ANOS Ue Cave etet on os Mis Oi eeu Mn 0.7203 9.8575 
Sid | ia eee _ MnO 0.9301 9.9685 
Mas. O04 eee * Mn 0.6314 9.8003 
een ee ey se ae: MnO 0.8153 9.9113 
Mig PiOg ai. oie Mn 0.3867 9.5874 
dy ies. ie. MnO ©. 4906 9.6986 
MasOre eee tee Mn 0. 3638 9. 5608 
Soe er eee MnO 0.4697 9.6718 
McrCUry magica’: ci. sc ade fees & TAGE sie gatas eee HgO I .0800 0.0334 
FLO eee cat set Hg 0.8622 9.9356 
gee Reh eee Se : HgO 0.9308 9.96890 
bie fs Oe prc eae © .8498 9.9293 
Oey ea a eae HgO 0.9174 9.9626 
Molypdenwuin 2 206 .air 3 ara ee DIDO sc nese eon a Mo 0.6667 9.8239 
ENiCkGhs at octoia etme n a Nip eae RS ie NiO 1.2727 ©. 1047 
INTO ae a ee Ni 0.7858 9.8953 
NISOi a eae eter Ni ©.3703 9.5790 
OF NR, ecient oe NiO 0.4827 9.6837 


* The —10 after the logarithms:is omitted. 
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CHEMICAL FACTORS AND THEIR LOGARITHMS—Continued. 


Weighed. Required. | Factor. Log.* 
BING OR eo ot, eee ke wns UNF ePtCleca sauce N 0.0631 8. 8000 
Oe ae NH; 0.0767 8.8848 
ea “ee NH, 0.0812 8.9098 
AS 1 ee eee N 0.1435 9.1570 
APs ete ot Be NH; ©.1745 9.2418 
Yee “oy eens. Bae NH, 0.1848 9. 2678 
Phosphorus ee VE Sa Pal bre = ee Occur a bie fe) 2787 9.4452 
fee Re ae PO, 0.8534 9.9312 
Se. Sees P.O; 0.6379 9.8048 
(NH4)s3PO4.12Mo0O; Pp 0, 0165 8.2185 
re PO, 0.0506 8.7044 
‘ | POs 0.0378 8.5780 
UCASE fo otic x «o's vo ha 1 ERS Oe ere K 0.5244 9.7197 
Ape ene Brae K.O ©.6317 9.8005 
1a 3 oe Se Or K 0.1608 Q. 2064 
tile Richer henee s K,0 0.1938 9.2873 
Rah ss ane eee 5 K 0.4487 9.6520 
fae AR tare K,0 0.5405 9.7328 
SeeMIUIN 5.6 es ba 3 eons ate re atin ree SeOz I .4040 0.1474 
BEER ia Soe Be os sian Coe ee oo SIs sass a eR Si 0.4693 9.6715 
Os ay ee a gee PA OCI. Seyi st ee Ag 0.7526 9.8766 
PR tas Bees Ag 0.5744 9.7592 
yd Co ee eee Ag 0.4595 9.6622 
. Mace a terest ee Ag 0.8707 9.9399 
PRONE ai cde dean's eB wns NaCl) 5. “toes tet Na ©. 3934 9.5949 
EE MO es Sie Na,O 0.5303 9.7245 
Les, & eee eee ey Na 0.3238 9.5103 
SF i iph aetna ae Na,O 0.4364 9.6399 
NaCOse= 2..,.8 5s Na 0.4345 9.6380 
see aa vats ae Na,O 0.5853 9.7674 
SRSMRELIY. A 4-00 wills wiod kine «ts roid 8 ORE Oe ee Sr 0.5936 9.7735 
re BEs Sekt s ace SrO 0.5641 | 9.8463 
al fo ee gay ror a Sr 0.4770 9.6785 
Sateen ak fs ie ie SrO ©.5641 9.7514 
PU DUUL vores s4aus ov ele oe os ROG. acy. as ie S 0.1374 9.1379 
Re Wy ic eter eh SO, 0.2745 9.4385 
dees Bm: Deer) SO; ©. 3430 9.5353 
Ret Vee eee SO, ©. 4115 9.6144 
od RNG Or ear ga H.SO, 0.4202 9.6234 
REAM ER at Sadly Cena caw ag shyek et aces Suey alss Sn 0.7881 | 9.8966 
PESUATURUN cas ee ees ats eta e 8 Lie oy Tae Ti 0.6005 9.7785 
RIRADNI Bees dats 5 ste ina aes (UO2)2P20,7 ie dca ew ane U ° 6670 Q. 8241 
Pere ay OW U;03 0.7877 9.8964 
Of. bee ee, ee U 0.8482 9.9285 
PHS gra Peau ee Peas sade <n EMO dita es Zn 0. 8034 9.9049 
Ele dat aay vie e's Zn 0.6709 9.8266 
AG eT Ore ZnO 0.8351 9.9217 


* The—10 after the logarithms is omitted. 
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PROPORTIONAL PARTS. 


A| 8/12)17421|25)29|33137 
4) 8/11/15}19|23)26/30/34 
3) 7|/1O;/14]17|21|24/28/31 
3} 6] 10] 13]16/19/23|}26)29 
3) 6) 9|/12]15/18) 21) 24/27 


8|1I}14/17| 20/22/25 
8/1 1]13|16|18)21\24 
7|1O}I2|15|17|20\/22 
7|- Q]12|14/16)19|2r 
7| Q}I1|13/16}18/20 


hunni an 


8IIT/13/15|/17|19 
8]10]/12/14/16|18 
SIIO|I2'14/15|17 
7] 9) TITjIZIS|17 
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FS Se Se ae 
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7474 
7551 
7627 
77O1 
7774 


7846 
7917 
7987 
8055 
8122 


8189 
8254 
8319 
8382 
8445 


8506 
8567 
8627 
8686 


8745 


8802 


8859 
8915 


| 8971 


9025 


9079 
9133 
9186 
9238 
9289 


9340 
9390 
9440 
9489 
9538 


9586 
9633 
9680 
9727 
9773 


9818 
9863 
9908 
9952 
9996 


o © & 6 6 


+ + H+ - H -e 4+ HS SS FH + 4 S&S RF HF eS 4+ SS HS 


eH SHS FH FH 


Ss = FHF FH FH 
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Ss He HSH HH 
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> AHA HH bpp LP Po paARDuHU annnn 


woh P+ + 


yAIAINI QA | © 


-pPAP DL ALP DUWUN Aanannn Aanunn annua AMRAND Aarne 


+ Ppt H 


. CO} TOO | 1002 
.OI]| 1023 | 1026 


02] 1047 | 1050. 


.03] 1072 | 1074 
.04] 1096 | 1099 


OSi ieee Tr25 
.06] 1148 | II51 
pO7LILIS | 1178 
.08] 1202 | 1205 
.O9] 1230 | 1233 


. 10] 1259 | 1262 
. 11} 1288 | 1291 
.12] 1318 | 1321 
- 13] 1349 | 1352 
. 14] 1380 | 1384 


.15} 1413 | 1416 
16] 1445 | 1449 
17] 1479 | 1483 
p POPES TA E577 
-19) 1549 | 1552 
. 20] 1585 | 1589 
. 21] 1622 | 1626 
. 22] 1660 | 1663 
. 23] 1698 | 1702 
. 24] 1738 | 1742 
-2511778 | 1782 
. 26] 1820 | 1824 
.27] 1862 | 1866 
. 28] 1905 | 1910 
- 29] 1950 | 1954 


. 30] 1995 | 2000 
. 31] 2042 | 2046 
. 32] 2089 | 2094 
. 33] 2138 | 2143 
34] 2188 | 2193 


+35] 2239 | 2244 
.36] 2291 | 2296 
+37] 2344 | 2350 
38] 2309 | 2404 
- 39] 2455 | 2460 
-40] 2512 | 2518 
.41] 2570 | 2576 
.42] 2630 | 2636 
.43] 2692 | 2698 
-44] 2754 | 2701 
45] 2818 | 2825 
46] 2884 | 2801 
47] 2951 | 2958 
-48] 3020 | 3027 


-491 3090 | 3097 | 3105 | 


1005 
1028 
1052 
1076 
II02 


1127 
1153 
1180 
1208 
1236 


1265" 


1294 
1324 
1355 
1387 


I419 
1452 
1486 
isc 
1556 
1592 
1629 
1667 
1706 


1746 | 


1786 
1828 
1871 
IQI4 
1959 
2004 
2051 
2099 
2148 
2198 
2249 
2301 
2355 
2410 
2466 


2523 
2582 
2642 
2704 
2707 
2831 
2804 
2065 
3934 
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1/2/34 415|/6/7/8l09 


Ol) GO} Lh VE) Lie eae 
O}) OP Ey ET eee aes ee 
OVO) Di TE Bee 2i es 
QO] OVoD) Th Ti tie sieeve 
Oy Die Th. OE 2h ae 
OW Lp ot) Lh Li (2 sh eee 
Op Th, Tl Le Ep Bh Shia 
OF) Lh BP EV Zi 2) eo ee 
OWT Tl) sul ot)? 22a eae 
OVE) Tl Ele Lh 242) eos: 
Obes Hae cal Poll a 
Ol) TE C2tOic oi Sales 
OLS Th e2) 2) oho 
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